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(54) TONER AND TONER BINDER 

(57) A toner comprising a toner binder and a color- 
ant, composed of resin particles produced by causing 
an extension reaction and/or crosslinking reaction of a 
dispersion formed of a reactive grotp-corttaining pre - 
poryrri er (a) contained in an aqueous medium with an 
"extension agent and/or a crosslinking agent (p). The 
toner has a Wadell practical sphericity of 0.9CLtaJLJM) 
and is superior jn f l uidity, t ran^erability, the storage sta- 
bility under heaTiow temperature fixing ability and hot 
offset resistance. 
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Description 
TECHNICAL FIELD 

5 [0001 ] The present invention relates to a toner used for electrophotography, electrostatic recording and electrostatic 
printing and to a toner binder used in the toner and the like. 

BACKGROUND ART 

w [0002] The toners used for electrophotography, electrostatic recording, electrostatic printing or the like are conven- 
tionally produced by fusing and kneading a toner binder such as a styrene type resin or a polyester tog ether with a col- 
orant followed by pulverizing the resulting mixture. a 

[0003] These toners are developed on a support member such as paper and thereafter fused under heat by using 
a heat roll to thereby fix them. In this case, if the temperature of the heat roll is too high, the toner is fused excessively, 
75 giving rise to the problem that the toner is deposited on the heat roll (hot offset). On the other hand, rf the temperature 
of the heat roll is excessively low, the toner is insufficiently fused, giving rise to the problem that the toner is fixed unsat- 
isfactorily. Rom necessities for energy savings and the miniaturization of devices, there have been the demands for ton- 
ers which produce the hot offset at higher temperatures (hot offset resistance) and have lower fixing temperature (low 
temperature fixing ability). 

20 [0004] It is also required for these toners to have storage stability under heat so that they are not made into a block 
at the ambient temperature kept in a device during storage. 

[0005] Since the glossiness of an image is demanded of the toner especially in a full color system, it is necessary 
for a molten toner to have low viscosity. The fulfillment of the demand results in easy production of the hot offset To be 
free from the hot offset, silicon oil has been applied to the heat roll in a full color system. 
25 [0006] Such a method of applying silicone oil to the heat roll, however, requires an oil applicator rendering the entire 
system complicated and large and causing the heat roll to deteriorate, requiring maintenance at intervals of a fixed 
period of time. Also, the oil adheres to copying papers, OHP (overhead projectors) films or the like inevitably, posing the 
problem of impaired color tones. 

[0007] While, in recent years, there have been increasing needs of toners with a small particle size to produce a 
30 high quality image and to improve the resolution. However, because a conventional kneaded and pulverized toner has 
an undefined shape, it has only insufficient fluidity when it is small-sized and hence it is difficult to supply the toner to a 
developing unit and the transferability is impaired. 

[0008] (1 ) Toners using, as a toner binder, a polyester which is partial ly cro sslinked usin g a polyfunctional monomer 
(Japanese Patent Application Laid -Open (JP-A) r4o.~S57-"iu9825) and (2) toners using, as a toner binder, aurethane - 

35 modified polyester (Japanese Patent Publication (JP-B)IMo. H7-101318) are proposed as those satisfying the storage 
"^sS^r^unWTieaClw temperature fixing ability and hot offset resistance among the aforementioned requirements. 
[0009] (3) Toners for a full color system which are produced by granulating polyester microparticies and wax micro- 
particles are disclosed for the purpose of reducing the amount of oil to be applied to the heat roll (JP-A ^.^7^56390). 
[0010] Disclosed also are (4) polymerized toners synthesized by dispersing a vinyl monomer composition contain- 

40 ing a colorant a polar resin and a releasing agent in water follow ed by sugg^ c ogolymg izato (JP-A No. 9-43909) 

31x1 ^ ^,^^ g iS!^..i 3v JSP?fe 9 r^ to H?f. ^S" 1 *^^.^ a so * ven * ( JP_ A No. 9- 

§4167) for the purpose of irrprwtng the powder fluidity anct^ 

[001 1 ] The toners (1) to (3) disclosed, however, have insufficient powder fluidity and transferability and hence never 
give a high quality image when they are small-sized. 
45 [001 2] The disclosed toners (1 ) and (2) insufficiently satisfy the storage stability under heat and the low tempera- 
ture fixing ability compatfcty and cannot be used in a full color system because of no development of glossiness. The 
disclosed toner (3) insufficiently satisfies the low temperature fixing ability and the hot offset resistance in an oiiless fix- 
ing condition. 

[0013] The toners (4) and (5) are found to have an effect of improving the powder fluidity and the transferability. 
so However, the toner (4) is insufficiently improved in the low temperature fixing ability, posing the problem that the energy 
required for fixing is increased. Especially, full color toners offers the same problem conspicuously. The toner (5), 
though it is superior to the toner (4) in the low temperature fixing ability, has insufficient hot offset resistance, so that it 
cannot preclude the necessity of the application of oil to the heat roll in a full color system. 

[0014] An object of the present invention is to provide a toner which is superior in the powder fluidity and the trans- 
55 ferabilrty when it is small-sized and in all of the storage stability under heat, low temperature fixing ability and hot offset 
resistance. 

[001 5] A further object of the present invention to provide a toner which has high image glossiness, when it is used, 
for example, in a full color copying machine, and omits the application of oil to a heat roll. 
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DISCLOSURE OF THE INVENTION 

[0016] In order to attain the above object, earnest studies have been made and as a result the present invention 
has been completed. 

5 [001 7] Accord ng)y the present invention involves the following three inventions: 

(I) a toner comprising a toner binder and a colorant, wherein the toner has a Wad ell practical sphericity of 0.90 to 
1.00 and the toner binder is composed of a polyester (i) modified by a urethane bond and/or a urea bond; 



10 (II) a toner comprising a toner binder and a colorant, wherein the toner is composed of resin particles produced by 
causing an extension reaction and/or crosslinking reaction of a dispersion formed of a reactive group-containing 
prepolymer (a) contained in an aqueous medium by using an extension agent and/or a crossl inking agent (p); and 

(III) a toner binder comprising a polyester derived from a polyol (1) and a carboxylic acid (2), wherein the polyester 
15 is composed of a polyester (i) modified by a urethane bond and/or by a urea bond and a polyester (ii) modified nei- 
ther by a urethane bond nor by a urea bond. 

[0018] The toner and toner binder of the present invention produce the following effects. 

20 1 . They give excellent powder fluidity and superior developing ability and transferability. 

2. They make it possible to obtain a toner with a small particle size with ease and exhibit high sharpness. 

3. They give excellent storage stability under heat and are superior in the low temperature fixing ability and in the 
hot offset resistance. 

4. They impart excellent glossiness and superior hot offset resistance when they are used for color toners and 
25 hence it is unnecessary to apply oil to a fixing roll. 

5. They give high transparency and an excellent color tone when they are made into color toners. 

6. They are economical since they require neither kneacfing nor pulverization and do not need a large amount of a 
solvent 

30 BEST MODE FOR CARRYING OUT INVENTION 

[001 9] The present invention will be hereinafter explained in detail. 

[0020] In the invention (I), the Vvadell practical sphericity means the value defined by the ratio of (the diameter of a 
circle equivalent to the projected area of a partide)/(the diameter of a minimum circle circumscribed to the projected 

35 image of a particle) and can be measured by observing a toner particle by using an electron microscope. 

[0021] The Wad ell practical sphericity of the toner of the invention (0 is generally 0.90 to 1.00, preferably 0.95 to 
1 .00 and more preferably 0.98 to 1 .00. In the present invention, all individual toner particles don't need to have a prac- 
tical sphericity falling in the above range, but the requirement is fulfilled if the number average practical sphericity may 
fall in the above range. The number average practical sphericity is calculated from the values of the practical sphericities 

40 of 20 toner particles which are sampled at random from the obtained toner particles. 

[0022] The particle diameter of the toner is generally 2 to 20jim and preferably 3 to 10>m in terms of medium diam- 
eter (d50). 

[0023] Examples of the polyester (ha) modified by a urethane bond among the polyesters (i) modified by a urethane 
bond and/or by a urea bond include reaction products of a hydroxy! group-containing polyester, which is a condensa- 
45 tion-polymerized product of a polyol (1) and a porycarboxylic acid (2), and a potyisocyanate (3). 

[0024] To allow the condensation-polymerized product of the polyol (1 ) and the porycarboxylic acid (2) to contain a 
hydroxyl group, the method may be adopted in which the hydroxyl group in the polyol (1) is reacted in a more excessive 
amount than the carboxylic group in the pdycarboxytic acid (2). 

[0025] The number of hydroxyl groups contained in one molecule of the polyester having hydroxyl groups is gener- 
50 ally 1 or more, preferably 1.5 to 3 in average and 1.8 to 2.5 in average. By setting the number of hydroxyl groups to 1 or 
more per one molecule, the molecular weight of the urethane- modified polyester is increased and the hot offset resist- 
ance is improved. 

[0026] Given as examples of the poryoJ (1) are diols (1-1) and polyoJs (1-2) having three or more valences. It is pref- 
erable to use the compound (1 -1) singly or a mixture of the compound (1 -1 ) and a small amount of the compound (1 -2). 
55 [0027] Examples of the diols (1 -1) include (VC^ alkylene glycols (e.g., ethylene glycol, 1,2-propylene glycol, 1,3- 
prcpylene glycol, 1 ,4-butane did, neopentyl glycol, 1 ,6-hexane diol and dodecane diol); alkylene ether glycols having 
C2-C4 alkylene groups and a molecular weight of 106 to 10000 (e.g., diethyl ene glycol, triethytene glycol, dipropylene 
glycol, polyethylene glycol, polypropylene glycol and polytetramethylene ether glycol); C5-C 18 alicyclic diols (e.g., 1 ,4- 
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cydohexane dimethanol and hydrogenated bisphenol A); C 12 -C23 bisphenols (e.g.. bisphenoi A, bisphenol F and 
bisphenol S); C^C^ alkytene oxides (e.g., ethylene oxide, propylene oxide, butyl ene oxide and a-olefin oxide) addition 
products (the number of addition mols is 2 to 20) of the above alicydic diols or bisphenols. 

[0028] Among these compounds, C^-C^ alkylene glycols and C2-C 18 alkytene oxide addition products of bisphe- 
5 nols are preferable. Also, combinations of alkylene oxide addition products (particularly, ethylene oxide or propylene (2- 
3 mols) addition products of btsphenols (particularly, bisphenol A) and C2-C12 alkylene glycols (particularly, ethylene 
glycol. 1 ,2-propylene glycol, 1 ,4-butane diol or neopentyl glycol) are particularly preferable. 
[0029] In the case of the combinations, the ratio of the alkylene oxide adcfition product of bisphenols is generally 30 
mol% or more, preferably 50 mor% or more and particularly preferably 70 mol% or mora 
10 [0030] Examples of the pdyoJs (1 -2) with three or more valences indude polyhydric aliphatic alcohols having 3-8 or 
more valences (e.g., glycerol, trimethylolethane, trimethylol propane, pentaerythritd and sorbitol); phenols having 3-8 
or more valences (ag., trisphenoJ PA, phenol novolak and cresol novolak); and C2-C 18 alkylene oxide addition products 
(the number of addition mols is 2 to 20) of the above polyphenols having three or more valences. 
[0031 ] Given as preferable examples of the potycarboxylic acid (2) are cficarbaxylic acids (2-1) and pdycarboxylic 
15 acids having three or more valences (2-2). It is preferable to use the rJcarboxyiic acid (2-1) singly or mixtures of the 
dicarboxylic acid (2-1) and a small amount of the potycarboxylic acid (2-2). 

[0032] Examples of the dicarboxylic acid (2-1) indude C2-C20 alkylenedicarboxylic acids (ag., succinic acid, adipic 
add, sebadc acid, dodecanedicarboxylic acid, dodecenyteucdnic acid and dodecylsucdnic acid); alkenylenedicarbax- 
ytic add (ag., maleic acid and fumaric acid); and aromatic dicarboxylic acids (ag., phthalic acid, isophthalic acid, 
20 terephthalic acid and naphthalenedicarbQxylic add). Among these compounds, C4-C20 alkenylenedicarboxytic acids 
(particularly, adipic acid and dodecenyteucdnic acid) and Cs-C^ aromatic dicarboxylic acids (particularly, isophthalic 
acid and terephthalic acid) are preferable 

[0033] Given as examples of the potycarboxylic acid (2-2) are C9-C20 aromatic potycarboxylic add (ag., trimellrtic 
acid and pyromellrtic acid). 

25 [0034] As the potycarboxylic acid (2), add anhydrides or lower alkylesters (e.g., methyl esters, ethyl esters and iso- 
propyl esters) of the above exemplified compounds may be reacted with the potyd (1). 

[0035] The ratio of the potyol (1) to the potycarboxylic acid (2) is generally 2/1 to 1/1, preferably 1.5/1 to 1/1 and 
more preferably 1.3/1 to 1.02/1 i n terms of eqirival ent ratio of a hydroxyl g roup [OH] to a carboxyl group [COOH] , namely 
[OHflCOOH]. 

30 [0036] The number average molecular weight of the polyester having a hydroxyl group is generally 1 000 to 20000, 
preferably 1500 to 15000 and particularly preferably 2000 to 10000. The weight average molecular weight of the poly- 
ester is generally 2000 to 50000, preferably 3000 to 30000 and particularly preferably 4000 to 20000. 
[0037] The hydroxyl value of the polyester having a hydroxyl group is generally 5 to 120, preferably 7 to 70 and par- 
ticularly preferably 10 to 60. The acid value is generally 10 or less, preferably 5 or less and particularly preferably 2 or 

35 less. 

[0038] Given as examples of the potyisocyanate (3) are Ce-C^ (exduding carbon atoms contained in NCO groups, 
the same as follows) aromatic polyisocyanates, C2-C18 aliphatic poJyisocyanates, C 4 -C 15 alicydic potyisocyanates, Ca- 
C 15 aromatic aliphatic polyisocyanates, mocfified products of these polyisocyanates (modified products containing a 
urethane group, carbocfiirride group, allophanate group, urea group, biuret group, urethodione group, urethoimine 

ao group, isocyanurate group or oxazofidone group) and mixtures of two or more of these compounds. 

[0039] Specific examples of the aromatic potyisocyanate include 1,3- and/or 1 ,4-phenylene diisocyanate, 2,4- 
and/or 2,6-tolylene diisocyanate (TDl), crude TDI, 2,4'-and/or 4,4'-diphenylmethane diisocyanate (MDI), crude MDI [a 
carbonyl chloride of crude (fiarrrinophenyl methane {a condensation product of formaldehyde and an aromatic amine 
(aniline) or its mixture; a mixture of diaminophenyl methane and a small amount (for example, 5-20 wt%) of a tri- or more 

45 functional poryamine}: poryaJlyl potyisocyanate (PAP I)], 1 ,5-naphthylene diisocyanate, 4,4\4"-triphenytmethane triisocy- 
anate, m- and p-isocyanatophenytsulfonyl isocyanate. 

[0040] Given as specific examples of the aliphatic potyisocyanate are ethylene diisocyanate, tetramethylene diiso- 
cyanate, hexamethylene cfiisocyanate (HDI), dodecamethylene diisocyanate, 1,6,1 1 -undecane triisocyanate, 2,2,4-tri- 
methylhexamethylene cfiisocyanate, lysine diisocyanate, 2,6-diisocyanatomethyl caproate, bis(2-isocyanatoethyl) 

so fumarate, bis(2-isocyanatoethy0 carbonate, 2-isocyanatoethyl-2,6-diisocyanato hexanoate. 

[0041 ] Specific examples of the alicydic polyisocyanate indude isophorone diisocyanate (IPDI), dicydohexylmeth- 
ane-4,4' -diisocyanate (hydrogenated MDI), cydohexylene diisocyanate, methylcydohexylene diisocyanate (nydrogen- 
ated TDI). bis(2HSOcyartatoetrTyl)^-cydcxiexene^ and 2.5- and/or 2,6-norbornane diisocyanate. 
[0042] Specific examples of the aromatic aliphatic polyisocyanate indude n> and/or p-xylylene diisocyanate (XDl) 

55 and a,a,a\a'- teframethytxytytene cfiisocyanate (TMXDI). 

[0043] The aforementioned mocfified products of polyisocyanates indude modified MDIs (ur ethane-modified MDIs, 
carbodiimide-rnodrf ied MDIs, trihydrocarbyl phosphate-modified MDIs, and urethane-modified TDIs and mixtures of two 
or more of these compounds [for example, combinations of modified MDIs and urethane-modified TDIs (isocyanate- 
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containing prepotymers)]. 

[0044] Among these compounds, C 6 -C 15 aromatic potyisocyanates, C 4 -C 12 aliphatic pdyisocyanates and C 4 -C 15 
alicyctic potyisocyanates are preferable. TDfe, MDIs, HDIs, hydrogenated MDts and IPDIs are particularly preferable. 
[0045] When the polyester having a hydroxy! group is reacted with the poiyisocyanate (3), another potyol (B) may 

5 be further used together. The combined use of the potyol is liable to improve the hot offset resistance. 

[0046] As examples of the polyol (B). the same compounds that are used for the potyol (1) which is the structural 
component of the aforementioned polyester may be given. Among these compounds. C2-C 12 alkylene glycols and C2- 
C 18 alkylene oxide addition products of btsphenols are preferable. Particularly preferable examples are C^-Cg alkylene 
glycols (especially, ethylene glycol. 1.4-butane dtol and 1.6-hexane did) and alkylene oxide addition products (espe- 

10 daily, ethylene oxide or propylene oxide (2-3 mols) addition products) of bisphenols (especially, bisphenol A). 

[0047] The ratio of the polyester to polyol which have a hydraxyl group is generally 1/0 to 1/5 and preferably 1/0 to 
1/3 in terms of equivalent ratio of hydroxy! groups. 

[0048] Moreover, a monool may be partially combined for the purpose of adjusting the molecular weight of the ure- 
thane-modified polyester. The ratio of the monool is generally 0.1 to 10 equivalents preferably 0.5 to 7 equivalent 
15 and particularly preferably 0.75 to 5 equivalents in terms of equivalent ratio of hydroxy! groups of the monool to ail 
hydroxy! groups. 

[0049] Examples of the monool include Cj-C^ alky! alcohols (ag., methanol, ethanol, butanol, octanol. lauryl alco- 
hol and stearyl alcohol); aralky! alcohols (ag., benzyl alcohol); alkylene addition products of phenols (e.g., ethylene 
oxide addition products of phenol and ethylene oxide addition products of nonytphenol. the number of addition mols: 2- 
20 20). 

[0050] The ratio of the poiyisocyanate (3) is generally to 2/1, preferably 1.5/1 to 1/1.5 and more preferably 1.2/1 to 
1/1 .2 in terms of equivalent ratio of an isocyanate group [NCO] to the total hydraxyl groups [OH] contained in the poly- 
ester and polyol which have a hydroxy! group, namely [NCO]/[OH]. 

[0051 ] When the ratio [NCO]/[OH] falls in the above range, the molecular weight of the urethane- modified polyester 
25 is increased and the hot offset resistance is improved. 

[0052] Given as examples of the polyester (i-b) modified by a urea bond are reaction products of a polyester poly- 
mer (a) having an isocyanate groip and amines (b). 

[0053] Given as examples of the polyester prepotymer (a) having an isocyanate group are products synthesized by 
further reacting a polyester, which is a condensation-potymerized product of the polyol (1) and the potycarboxylic acid 
30 (2) and has an active hydrogen-containing group, with the poiyisocyanate (3). 

[0054] As the active hydrogen-containing group contained in the polyester, hydraxyl groups (alcoholic hydraxyl 
groups and phenolic hydroxy! groups) and carboxyl groups are exemplified. Among these compounds, alcoholic 
hydraxyl groups are preferable. 

[0055] The alcoholic hydroxyl group-containing polyester can be obtained using an excess polyol in the same man- 
35 ner as in the case of the aforementioned polyester modified by a urethane bond. Also, the polyester having a carboxyl 
group can be obtained using an excess potycarboxylic acid on the contrary. 

[0056] As examples of the polyol (1). potycarboxylic acid (2) and poiyisocyanate (3), the same compounds that are 
used for the polyester (i-a) modified by a urethane bond may be given and preferable examples are the same. 
[0057] The ratio of the poiyisocyanate (3) is generally 5/1 to 1/1, preferably 4/1 to 1.2/1 and more preferably 2.5/1 
40 to 1.5/1 in terms of equivalent ratio of an isocyanate group [NCO] to a hydraxyl group [OH] of the polyester having a 
hydroxyl group, namely [NCO]/[OH]. 

[0058] When the ratio [NCOJ/[OH] falls in the above range, this is advantageous in view of the compattoilrty of the 
low temperature fixing ability with the hot offset resistance. 

[0059] The number of isocyanate groups contained in one molecule of the polyester prepolymer (a) having an tso- 
45 cyanate group is generally 1 or more, preferably 1.5 to 3 in average and more preferably 1.8 to 2.5 in average. 

[0080] When the number of isocyanate groups contained in one molecule is 1 or more, the molecular weight of the 
urea-modified polyester is increased and the hot offset resistance is improved. 

[0061] The content of an NCO group (NCO equivalent) is generally 500 to 10000, preferably 700 to 8000 and par- 
ticularly preferably 1000 to 5000. 
so [0082] Given as examples of the amines (b) are diamines (b1), polyamines with 3-6 or more valences (b2), amino- 
alcohols (b3). amino-mercaptans (b4), amino acids (b5) and the compounds (b6) produced by blocking the amino 
groups of the amines b1 -b5. 

[0063] Examples of the diamine (b1) include C6-C23 aromatic diamines (e.g., phenyl enediamine, diethyltoluenedi- 
amine and 4,4'-diaminodiphenylmethane); C5-C20 alicycJic diamines (e g.. A.A'^liamino-S.S'-dimethyldicyclohexylme 
55 thane, diaminocyctohexane and iscphoronediamine); and C2-C 18 aliphatic diamines (ag.. ethylene diamine, tetrameth- 
yl enediamine and hexamethytenecfiamine). 

[0064] Given as examples of the potyamine (b2) having 3-6 or more valences are diethylenetriamine and triethyt- 
enetetramine. 
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[0065] Given as examples of the aminoalcohote (b3) are those having 2-12 carbon atoms, specifically, eth- 
andamine and hydroxyethylanilina 

[0066] Given as examples of the aminomercaptan (b4) are those having 2-12 carbon atoms, specifically, ami- 
noethytmercaptan and aminopropylmercaptan. 
5 [0067] Given as examples of the amino acid (b5) are those having 2-12 carbon atoms, specifically, amincproptonic 
acid and aminocaproic acid. 

[0068] Given as examples of the compounds (b6) produced by blocking the amino groups of the amines b1 -b5 are 
ketimine compounds and oxazoline compounds obtained from the amines b1-b5 and Cs-Cs ketones (e.g., acetone, 
methyl ethyl ketone, methyl isobutyl ketone). 
10 [0069] Preferable examples among these amines (b) are the amines b1 (particularly, 4,4'-diaminodiphenylmethane, 
isophoronediamine and ethyl enediamine) and mixtures of the amines b1 and a small amount of the amines b2 (espe- 
cially, diethylenetriamine). The ratio by molof the amine b 1 to the amine b2 is generally 1 00/0 to 1 00/1 0 and preferably 
100/D to 100/5. 

[0070] Moreover, the '^ffiffi w£k3bt , o f the urra- rod if ied i poly^ter jnay be controlled as required using a reac- 
ts tion stopper. As the reaction stopper, r!S^!^^^^^!^^r!^mn^^^^^ne t butylamine and laurylamine) and 
the products (e.g., ketimine compounds) obtained by blocking these compounds may be exemplified. 
[0071 ] The ratio of the amines (b) is generally 1 /2 to 2/1 , preferably 1 .5/1 to 1 /1 .5 and more preferably 1 .2/1 to 1/1 .2 
in terms of equivalent ratio of an isocyanate group [NCO] contained in the prepolymer (a) having an isocyanate group 
to an amino group [NHR] (R is a hydrogen atom or an aikyl group) contained in the amines (b), namely [NCO]/[NHR]. 
20 [0072] When the amines b3-b5 are used as the amines (b), the ratio of [NCO] to the active hydrogen-containing 
group [YHx] (the total of amino groups, hydroxy! groups and mercapto groups or caiboxyl groups) contained in the 
amines (b), namely, [NCO]/[YHx] is generally 1/2 to 2/1 , preferably 1 .5/1 to 1/1 .5 and more preferably 1 .2/1 to 1/1 .2. 
[0073] When the equivalent ratio falls in the above defined range, the molecular weight of the urea-modified poly- 
ester (i-b) is increased and the hot offset resistance is improved. 
25 [0074] In the inv ention (I), a urethane bond may be included together with a urea bond in the polyester (i-b) modified 
by the urea^bc^fl^TnVlabb oTthe urea bond to the urethane bond is generally 10/0 to 1/9, preferably 8/2 to 2/8 and 
more preferably 6/4 to 3/7. The introduction of the urethane bond in addition to the urea bond contributes to an improve- 
ment in the hot offset resistance. 

[0075] The content of the urea bond and urethane bond is generally 300 to 8000, preferably 400 to 5000 and par- 
ticulariy preferably 600 to 4000 in terms of the total equivalents of the urea bond and urethane bond. 



[0077] The weight average molecular weight of the modified polyester (i) is generally 1 x10 4 or more, preferably 2x 
1 0 4 to 1 x1 0 7 and more preferably 3x1 0 4 to 1 x1 0 6 . When the weight average molecular weight falls in this range, the hot 
35 offset resistance is improved. 

[0078] No particular limitation is imposed on the number average molecular weight of the modified polyester, par- 
ticularly when the unmodified-polyester (n) described later is used and the number average molecular weight may be 
one enabling it possible to attain the above weight average molecular weight When the modified polyester (i) is singly 
used, the number average molecular weight is generally 20000 or less, preferably 1000 to 10000 and more preferably 
40 2000 to 8000. When the number average molecular weight falls in this range, the low temperature fixing ability and the 
glossiness when the modified polyester is used in a full color system are improved. 

[0079] The number average molecular weight and the weight average molecular weight may be measured as those 
converted into polystyrene in a well-known method using gel permeation chromatography (GPO). 
[0080] In the present invention, not only the single use of the polyester (i) modified by a urethane bond and/or a 
45 urea bond is allowed but also the unmodified-polyester (ii) in addition to the polyester (i) may be contained as a toner 
binder component The combined use of the polyester (ii) is more desirable than the single use of the polyester (i) 
because the low temperature fixing ability and the glossiness when the polyester is used in a full color system are 
improved. 

[0081] Given as examples of the polyester (ii) are the same condensation-polymerized products of the polyoi (1) 
50 and the polycarbaxylic acid (2) as the aforementioned examples used for the polyester component (i). Preferable exam- 
ples are the same as those used for the polyester (i). 

[0082] The polyester (ii) is not limited to the unmodified-polyesters but may be those modified by chemical bonds 
other than a urethane bond or a urea bond and for instance, those modified by an amide bond are preferably used. 
[0083] In the case of modifying using an amide bond, for instance, the method is adopted in which a potyamine or 
55 an amino-alcohol is condensed together with the polyoi (1) and the polycarboxylic acid (2) when the polyester (ii) is con- 
densation-polymerized. Given as examples of the poJyamine and aminoalcohoJ may be those exemplified for the afore- 
mentioned amines b1 to b3. 

[0084] It is preferable that at least each part of the polyesters (i) and (ii) be mutually solved in view of the low tem- 
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perature fixing ability and hot offset resistance. Accordingly, it is desirable that the polyester components (i) and (n) have 
similar compositions. 

[0085] When the polyester (ii) is contained, the ratio by weight of the polyester (i) to the polyester (ii) is generally 
5/95 to 80/20, preferably 5/95 to 30/70, more preferably 5/95 to 25/75 and particularly preferably 7/93 to 20/80. 
5 [0086] It is desirable that the polyester (ii) have a peak molecular weight in a range between, generally 1000 and 
10000, preferably 1500 and 10000 and more preferably 2000 and 8000 in a chromatogram of gel permeation chroma- 
tography (GPC). When the peak molecular weight falls in this range, this is advantageous in view of the compatibility of 
the storage stability under heat with the low temperature fixing ability. 

[0087] The hydroxy! value of the polyester (ii) is preferably 5 or more, more preferably 10 to 120 and particularly 
10 preferably 20 to 80. When the hydroxy! value falls in this range, this is advantageous in view of the compatibility of the 
storage stability under heat with the low temperature fixing ability. 

[0068] The acid val ue of the polyester (ii) is generally 0 to 120, preferably 0 to 50_arxl more preferably.O^to 30. By 
the provisiorrbraoenain acwvalue, the polyester tends to be negatively charged with ease. 
[0089] In the invention (I), the glass transition temperature (Tg]|jgf the toner binder is qeneraj^Jg^j^^and pref- 
is erably 45 to 70°C. The temperature of 35°C or more improves the storage stability of the toner under heat and the tem- 
perature of 85°C or less improves the low temperature fixing ability. The toner of the present invention tends to exhibit 
excellent storage stability in contrast to well-known polyester type toners even if the glass transition temperature is low 
although this reason is not clarified. 

[0090] As to the elastic modulus (G*) of the toner binder during storage, the temperature (Ts) when the elastic mod- 
20 ulus reaches 10000 dyne/cm 2 at a measuring frequency of 20 Hz is generally 100°C or more and preferably 110 to 
200°C. When the temperature is 100°C or more, the hot offset resistance is improved. 

[0091 ] With regard to the viscosity of the toner binder, the temperature (Tr\) when the viscosity reaches 1 000 poses 
at a measuring frequency of 20 Hz is generally 180°C or less and preferably 90 to 160°C. When the temperature is 
1 80°C or less, the low temperature fixing ability is improved. 
25 [0092] It is desirable that the temperature Ts be higher than the temperature Tti in view of the compatMity of the 
low temperature fixing ability with the hot offset resistance. In other words, the difference between the temperature Ts 
and the temperature Tn, namely (Ts-Tn) is preferably 0°C or more, more preferably 10°C or more and particularly pref- 
erably 20°C or more. There is no limitation to the upper limit of the cfifference. 

[0093] It is desirable that the difference between the temperature Ti\ and the temperature Tg, namely On-Tg) is 
30 preferably 0 to 100°C, more pref erably 10 to 90°C and particularly preferably 20 to 80°C in wew erf the c 
the storage stability under heat with the low temperature f ixing ability. | 

[0094] As thexpjorja^^ the present invention, welt-known dyes, pigments and magnetic powders may be 
used. Specific examples of the colorant include carbon black, Sudan Black SM, Fast Yellow G, Benzidine Yellow, Pig- 
ment Yellow, Indo-fast Orange, Irgacine Red, Balanrto aniline Red, tduidine Red, carmine FB, Pigment Orange R, Lake 
35 Red 2G, Rhodamine FB, Rhodamine B lake, Methyl Violet B lake, Phthalocyanine Blue, Pigment Blue, Brilliant Green, 
Phthalocyanine Green, Oil Yellow GG, Kayaset YG, Orazole Brown B, Oil Pink OP, magnetite and Iron Black. 
[00951 The content of the colorant is generally 2 to 15% by weight and preferably 3 to 10% by weight 
[0096] The toner of the present invention may include a wax as a releasing agent in combination of the toner binder 
and the colorant 

ao [0097] Given as examples olt jevy^ v y Nch ca n be used in the present invention are well-known waxes, such as 
polyolefin waxes (e.g., potyethyfeVtev^ poJypropylene wax); long chain hydrocarbons (e.g., paraffin wax and 
sazole wax); and carbonyi group-containing waxes. Among these waxes, carbonyl group-containing waxes are prefer- 
able 

[0098] Examples of the carbonyl group-containing wax include pofyafkanates (e g., carnauba wax, montan wax, tri- 
45 methytdpropane trfoehenate, perttaerythrrtol tetrabehenate, pentaerythrrtcH diacetate cfibehenate, glycerol behenate 
and 1,18-octadecanediol distearate); pdyaikanoi esters (ag., tristearyf trimellitate and distearyl maleate); pofyalkanic 
acid amides (e.g., eth^enediaminedtoehenylanrijde); pdyalkylamides (e.g., tristearylamide trimellitate); and dialkyl 
ketones (ag., cfistearyl ketone). 

[0099] Among these carbonyl group-containing waxes, polyalkanates are preferable. 
so [0100] The melting point of the wax used in the present invention is generally 40 to 160°C, preferably 50 to 120°C 
and more preferably 60 to 90°C. Waxes having a melting point less than 40°C adversely affect the storage stability 
under heat whereas waxes having a melting point exceeding 1 60°C tends to cause a cold offset during a fixing step per- 
formed at low temperatures. 

[0101] The melt viscosity of the wax used in the present invention is preferably 5 to 1000 cps and more preferably 
55 10 to 100 cps as the value measured at a temperature 20°C higher than the melting point. Waxes having a viscosity 
exceeding 1000 cps produce only a poor effect on the hot offset resistance and the low temperature fixing ability. 
[0102] The content of the wax in the toner is generally 0 to 40% by weight preferably 3 to 30% by weight and par- 
ticularly preferably 10 to 25% by weight. 
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[0103] In the toner of the present invention, a charge control agent and a fluidization agent may be further used. 
[0104] Given as examples of the charge control agent are well-known materials, specifically, nigrosine dyes, qua- 
ternary ammonium salt compounds, quaternary ammonium salt-containing polymers, metal-containing azo dyes, metal 
salicylates, sulfonic acid group-containing polymers, fluorine-containing polymers and halogen substituted aromatic 
ring-containing polymers. 

[0105] The content of the charge control agent is generally 0 to 5% by weight 

[0106] As the fluidization agent, well-known materials such as colloidal silica, alumina powder, titanium oxide pow- 
der and calcium carbonate powder may be used. 

[0107] No particular limitation is imposed on the method for the production of the toner of the invention (I) and the 
toner may be produced, for instance, by the method for the production of the toner of the invention (II) or by the method 
of globing the toner binder of the invention (HQ by a well-known method. 

[0108] As for the method of globing the toner binder of the invention (III), the toner may be manufactured by the fol- 
lowing methods (1) to (3). 

(1) Globing of pulverized toners 

[0109] A toner composition consisting of a toner binder and a colorant is melted and kneaded and thereafter pul- 
verized and the resulting product is mechanically globed using a hybridizer or a mechano-fusion. 

(2) Spray drying method 

[0110] A toner composition is dissolved and dispersed in a solvent which can solve a toner binder, followed by dis- 
tilling the solvent by using a spray drying apparatus to obtain globular toners. 

(3) Dispersion granulation method (e g., the method described in JP-A No. H9-15902) 

[0111] A toner composition is dissolved and dispersed in a solvent which can solve a toner binder and thereafter 
dispersed in a poor solvent (e.g., water) for the toner binder white stirring, followed by distilling the solvent to form toner 
particles. After the toner particles are cooled, they are subjected to solid-liquid separation and drying to obtain globular 
toners. 

[011 2] Among these methods, the dispersion granulation method (3) is preferred. A dispersion granulation method 
in which the poor solvent to be a dispersion phase is an aqueous medium is particularly desirable. 
[0113] Given as examples of the solvent used to solve the toner binder in advance in the dispersion granulation 
method using the aqueous medium are ethyl acetate, acetone and methyl ethyl ketone. 

[0114] As required, a dispersant may be used. The use of the dispersant is rather preferable because sharp size 
distribution is obtained and stable dispersion is attained. 

[0115] As the dispersant well-known materials such as water-soluble polymers (e.g., polyvinyl alcohols and 
hydroxy ethyl cellulose), inorganic powders (e.g., calcium carbonate powder, calcium phosphate powder and silica 
rrticropowder) and surfactants (e.g., sodium lauryl sulfate and sodium oleate) may be used. 

[01 1 6] When the dispersant is used, it is desirable in view of the charging of the toner to remove the dispersant by 
washing after the solid-Bquid separation is performed, although the dispersant may be left on the surface of the toner 
particle. 

[0117] Next, the invention (II) will be explained in detail. 

[0118] The toner of the invention (II) comprises particles produced by forming a dispersion of a reactive group-con- 
taining prepolymer (a) in an aqueous medium and by reacting the prepolymer (a) with an extension agent and/or a 
crosslinking agent O) to extend and/or crosslink the prepolymer (a). 

[0119] Examples of combinations of the reactive group contained in the reactive group-containing prepolymer (a) 
and the extension agent and/or the crosslinking agent (p) may include the following combinations Q) and ® : 

CD a combination of a functional group (a1), which is reactive with an active hydrogen compound, as the reactive 
group contained in the prepolymer (a) and an active hydrogen group-containing compound (pi ) as the crosslinking 
agent (p); and 

@ a combination of an active hydrogen-containing group (<x2) as the reactive group contained in the prepolymer 
(a) and a compound (02). which is reactive with the active hydrogen group-containing compound, as the crosslink- 
ing agent (P). 

[0120] Among these combinations, the combination ® is more preferred. 

[01 21 ] Given as examples of the functional group (a 1 ) reactive with an active hydrogen compound in the combina- 
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tion (j) are an Isocyanate group (a1a), blocked isocyanate group (alb), epoxy group (a1c), acid anhydride group (aid) 
and acid halide group (ale). Among these groups, the isocyanate group (a1a), blocked isocyanate group (alb) and 
epoxy group (a1c) are preferred. The isocyanate group (a 1a) and blocked isocyanate group (a 1b) are particularly pre- 
ferred. 

5 [0122] As the blocked isocyanate group (alb), those produced by blocking an isocyanate group with a phenol deriv- 
ative, oxime, caprolactam or the like are exemplified. 

[0123] Given as examples of the active hydrogen group-containing compound (01) are polyamines (01a) which may 
be blocked, polyols (01b) and polymercaptans (01c) and water (01d). Among these groups, polyamines (01a), polyois 
(01b) and water (01 d) are preferred. Polyamines (01a) and water (01d) are more preferred and blocked polyamines and 
io water (01 d) are particularly preferred. 

[0124] Given as examples of the polyamines (01a) are diamines (01a-1) and polyamines (01a-2) having 3-6 or 
more valences. As the blocked polyamines, ketimine compounds are preferred. 

[0125] As the diamine (01 a-1 ), the same compounds that are used for the diamine (b1 ) used in the invention (I) are 
exemplified and as the polyamine (01a-2) having 3-6 or more valences, the same compounds that are used for the 
is polyamine (b2) are exemplified. Preferable examples are also the same. 

[0126] Given as examples of the compounds in which polyamines are blocked with a reJeasabte blocking agent are 
ketimine compounds and oxazoiine compounds obtained from the aforementioned polyamines and C3-C8 ketones 
(e.g., acetone, methyl ethyl ketone and methyl isobutyl ketone). 

[01 27] Given as examples of the polyols (01b) are the same compounds used for the potyol (1) in the invention (I). 
20 Preferable examples among these compounds are C2-C12 alkylene glycols (particularly, ethylene glycol, 1 ,4-butane- 
diol and 1 ,6-hexanedioJ) and alkylene oxide addition products (particularly, ethylene oxide or propylene oxide (2-3 mote) 
addition products) of bisphenote (bisphenol A). 

[0128] As the polymercaptans (01c). ethylenedithioi, 1,4-butanedHhiol and 1 ,6~hexanedHhiol are exemplified. Fur- 
ther, as required, a reaction stopper may be used together with the active hydrogen group-containing compound (01). 
25 Given as examples of the reaction stopper are monoamines (ag., diethytamtne, dibutylamine, butyl amine and laur- 
ytamine); blocked monoamines (ag., ketimine compounds); monoote (e.g., methanol, ethanol. isopropanol, butanol and 
phenol); and monomercaptans (ag., butylmercaptan and lauryfmercaptan). 

[0129] Examples of the active hydrogen-containing group (a2) comprised in the prepoiymer (a) used in the combi- 
nation (2) include amino groups (ct2a) which may be blocked, hydroxyl groups (a2b) (alcoholic hydroxy! groups and 

30 phenolic hydroxyl groups), mercapto groups (a2c) and carboxyl groups (a2d). Among these groups, amino groups 
(a2a) and hydroxyl groups (a2b) are preferred and hydroxyl groups (a2b) are particularly preferred. 
[0130] Given as examples of the blocked amino group are ketimine groups and oxazoiine groups which are 
obtained by reacting an amino group with ketones (e.g., acetone, methyl ethyl ketone and methyl isobutyl ketone). 
[0131] Given as examples of the compound (02) reactive with the active hydrogen-containing group are pofyisocy- 

35 v anates (02a), polyepoxides (02b), polycarboxylic acids (02c), polyacid anhydrides (02d) and polyacid ha! ides (02e). 
Among these compounds, polyisocyanates (02a) and polyepoxides (02b) are preferred and polyisocyanates (02a) are 
more preferred. 

[0132] Oven as examples of the polyisocyanates (02a) are the same compounds that are used for the poiyisocy- 
anate (3) used in the invention (I). Preferable examples are also the same. 
40 [0133] Examples of the polyepoxides (02b) include pofyglyddyl ether (ag., ethylene glycol diglyddyt ether, tetram- 
ethylene glycol diglyddyt ether, bisphenol A diglycidyl ether, bisphenol F diglycidyl ether, glycerol triglyddyl ether, pen- 
taerythritol tetraglycidyl ether and phenotnovolac glycidyl ether); and diene oxides (ag., pentadiene dioxide and 
hexadiene dioxide). Among these compounds, polyglycidyl ethers are preferable. 

[01 34] Given as examples of the polycarboxylic acids (02c) are the same compounds that are used for the potycar- 
45 boxylic acids (2) in the invention (I). Preferable examples are also the same. 

[01 35] Given as examples of the polycarboxylic acid anhydrides (02d) are pyromellrtic acid anhydride. 

[0136] Oven as examples of the polyacid halides (02e) are acid hafides (ag., acid chlorides, acid bromides and 

acid iodides) of the polycarboxylic acids (02c). 

[01 37] Furthermore, a reaction stopper may be used as required together with the compound (02). Examples of the 
so reaction stopper include monoisocyanates (ag., lauryl isocyanate and phenyl isocyanate). monoepoxides (e.g., butylg- 
lycidyl ether), monoamines (ag., diethylamine, dibutylamine, butylamine and laurylamine); blocked monoamines (ag., 
ketimine compounds); rnonoofe (methanol, ethanol, isopropanol, butanol and phenol); and monomercaptans (ag., 
butylmercaptan and laurylmercaptan). 

[01 38] The ratio of the prepol ymer (a) to the extension agent and/or crosslinking agent (0) is generally to 2/1 , pref - 
55 erabty 1 .5/1 to 1/1 .5 and more preferably 1 .2/1 to 1 /1 2. in terms of ratio [a]/[0] of the equivalent number [a] of reactive 
groups contained in the reactive group-containing prepoiymer (a) to the equivalent number [0] of the active hydrogen- 
containing groups contained in the compound (0). It is to be noted that in the case where the compound (0) is water 
(01 e), water is treated as a divalent active hydrogen compound. When the ratio [a]/[0] falls in the above range, the hot 
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offset resistance is improved. 

[0139] Given as examples of the prepolymer (a) are polyester prepolymers (ax), epoxy resin prepolymers (ay) and 
polyurethane prepolymers (az). Among these compounds, the prepolymers (ax) and (ay) are preferred and the prepol- 
ymers (ax) are particularly preferable. 

[0140] Given as examples of the polyester prepolymer (ax) are condensation-polymerized products of the polyote 
(1) and potycarboxyiic acids (2) which are used in the invention (I). Preferable examples are also the same. 
[0141] Given as examples of the epoxy resin prepolymer (ay) are addition condensation products of bisphenots 
(bisphenol A, bisphenol F and bisphenol S) and epichlorohydrin. 

[0142] Given as examples of the pdyur ethane prepolymer (az) are polymerized addition products of the polyols (1) 
and pofytsocyanates (3). 

[0143] Given as examples of the polyols (1) and polyisocyanates (3) are the same compounds that are used in the 
invention (I). Preferable examples are also the same. 

[0144] The prepolymers (ax), (ay) and (az) are allowed to contain a reactive group by a method (1) in which one 
structural component is excessively used to thereby leave a functional group of the structural component at the terminal 
or by a method (2) in which the prepolymer obtained in the method (1) is further reacted with a reactive functional group- 
containing compound. 

[0145] In the method (1), a hydroxy! group-containing polyester prepolymer, carboxyl group-containing polyester 
prepolymer, acid halide group-containing polyester prepolymer, hydroxyl group-containing epoxy resin prepolymer, 
epoxy group-containing epoxy resin prepolymer, hydroxyl group-containing polyurethane prepolymer or isocyanate 
group-containing polyurethane prepolymer is obtained. 

[0146] As to the ratio of the structural components, for example, in the case of the hydroxyl group-containing poly- 
ester prepolymer, the ratio of the polyol (1) to the polycarboxylic acid (2) is generally 2/1 to 1/1 , preferably 1 .5/1 to 1/1 
and more preferably 1.3/1 to 1.02/1 in terms of equivalent ratio [OHJ4COOH] of a hydroxyl group [OH] to a carboxyl 
group [COOH]. In the case of other structural components and terminal prepolymers, the ratio is the same except that 
only the structural components are changed. 

[0147] In the method (2),the prepolymer obtained in the method (1) is reacted with a polyisocyanate to obtain an 
isocyanate group-containing prepolymer, with a blocked polyisocyanate to obtain a blocked isocyanate group-contain- 
ing prepolymer, with a polyepoxide to obtain an epoxy group-containing prepolymer and with a potyactd anhydride to 
obtain an acid hydride ojoup-containing prepolymer. 

[0148] Given as examples of the polyisocyanate are the same compounds that are used for the polyisocyanate (3) 
in the invention (I). Preferable examples are also the same. 

[0149] As for the proportion of the reactive group-containing compound, for instance, in the case where a polyiso- 
cyanate is reacted with the hydroxyl group-containing polyester to obtain an isocyanate group-containing polyester pre- 
polymer, the proportion of the isocyanate group is generally 5/1 to 1/1 , preferably 4/1 to 1 .2/1 and more preferably 2.5/1 
to 1.5/1 in terms of equivalent ratio [NCOJ/JOH] of an isocyanate group [NCO] to a hydroxyl group [OH] of the hydroxyl 
group-containing polyester. In the case of other structural components and terminal prepolymers, the ratio is the same 
except that only the structural components are changed. 

[0150] The number of the reactive groups contained in one molecule of the prepolymer (a) is generally 1 or more, 
preferably 1 .5 to 3 in average and more preferably 1 .8 to 2.5 in average. If the number is in the above range, the molec- 
ular weight of the reaction product of the prepolymer (a) which is obtained by an extension reaction and/or by a 
crossJinking reaction is increased and the hot offset resistance is improved. 

[0151] The number average molecular weight of the prepolymer (a) is generally 500 to 30000, preferably 1000 to 
20000 and more preferably 2000 to 1 0000. 

[0152] The weight average molecular weight of the prepolymer (a) is generally 1000 to 50000, preferably 2000 to 
40000 and more preferably 4000 to 20000 in view of the compatibility of the low temperature fixing ability with the hot 
offset resistance. 

[0153] The molten viscosity of the prepolymer (a) at 100°C is generally 2000 poises or less and preferably 1000 
poises or less. A viscosity lower than 2000 poises is desirable because a toner having a sharp size distribution is 
obtained using a small solvent. 

[0154] Moreover, as required, a reaction stopper may be used together with the compound (P). As the reaction 
stopper, the same compounds that are used in the invention (I) are exemplified. 

[01 55] In the toner of the present invention, a resin (I) produced from the prepolymer (a) by an extension reaction 
and/or by a crossJinking reaction using an extension agent and/or a crossJinking agent in an aqueous medium is used 
as the toner binder component The weight average molecular weight of the resin (I) is generally 1 x1 0 4 or more, pref- 
erably 2x10 4 to 1 xio 7 and more preferably 3x10 4 to 1x10 6 in view of the hot offset resistance. 
[0156] In addition, a so-called "dead polymer" which is a polymer which does not react with the prepolymer (a) and 
the compound (0) may be contained together with the prepolymer (a) in the system during the reaction of the prepoly- 
mer (a) with the compound O) in an aqueous medium. Specifically, a resin (II) which participates in neither an extension 
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reaction nor cross! inking reaction may be contained together with the resin (I) which has been made from the prepoly- 
mer (a) by an extension reaction and/or a crosslink] ng reaction in an aqueous medium. 

[01 57] The combined use of the dead polymer, namely the resin (II), improves the low temperature fixing ability and 
the glossiness when the toner is used in a full color system and is hence more desirable than the single use of the resin 
5 (0. 

[0158] It is desirable that at least each part of the resins (I) and (II) mutually solve in view of the low temperature 
fixing ability and the hot offset resistance. Accordingly, the prepolymer (a) forming the resin (I) and the dead polymer 
which is the resin (II) have respective compositions similar to each other. Specifically, when the prepolymer (a) is a pol- 
yester prepolymer (ox), a condensation-polymerized product of the polyol (1) and the porycarboxylic acid (2) is prefer- 
red able as the dead polymer. 

[0159] Preferably the resin (II) has a peak mole cular weight ranging generally from 1000 to 10000, preferably from 
1500 to 10000 and more preferably from 2000 to 8000 in a cruomatogram of gel permeation chromatography (GPC) in 
view of the storage stability under heat and lew temperature fixing ability. 

[0160] When the resin (II) is contained, the ratio by weight of the resin (I) to the resin (II) is generally 5/95 to 80720, 
is preferably 5/95 to 30/70, more preferably 5/95 to 25/75 and particularly preferably 7/93 to 20/80. 

[0161] When the ratio by weight falls in the above range, the hot offset resistance is improved and this is advanta- 
geous in the compattoilrty of the storage stability under heat with the low temperature fixing ability. 
[0162] In the invention (II), the glass transition temperature (Tg) of the toner binder component is 35 to 85°C and 
preferably 45 to 70°C. A glass transition temperature higher than 35°C improves the storage stability under heat 
20 whereas a glass transition temperature lower than 85°C improves the low temperature The toner of the present inven- 
tion tends to exhibit excellent storage stability under heat in contrast to well-known polyester type toners even if the 
glass transition temperature is low although this reason is not clarified. 

[0163] As to the elastic modulus (GO of the toner binder during storage, the temperature (Ts) at which the elastic 
modulus reaches 10000 dyne/cm 2 at a measuring frequency of 20 Hz is generally 100°C or more and preferably 110 
2s to 200°C. When the temperature is 100°C or more, the hot offset resistance is improved. 

[0164] With regard to the viscosity of the toner binder, the temperature (Ttj) at which the viscosity reaches 1000 
poises at a measuring frequency of 20 Hz is generally 1 80°C or less and preferably 90 to 1 60°C. When the temperature 
is 180°C or less, the low temperature fixing ability is improved. 

[0165] It is desirable that the temperature Ts be higher than the temperature Tq in view of the compatibility of the 
30 low temperature fixing ability with the hot offset resistance. In other words, the difference between the temperature Ts 
and the temperature Tt|, namely (Ts-Tn.) is preferably 0°C or more, more preferably 10°C or more and particularly pref- 
erably 20°C or more. There is no limitation to the upper limit of the cfifference. 

[0166] It is desirable that the difference between the temperature Tti and the temperature Tg, namely (Tri-Tg) is 
preferably 0 to 100°C, more preferably 10 to 90°C and particularly preferably 20 and 80°C in view of the cornpatMrty of 
35 the storage stability under heat with the low temperature fixing ability. 

[0167] As the aqueous medium used in the invention (II), water may be used not only singly but also in combination 
with a solvent miscfole with water. 

[0168] Oven as examples of the rrriscfole solvent are alcohols (e.g., methanol, isopropanol and ethylene glycol), 
dimethytformamide, tetrahydrofuran, celtosolves (e.g., methyl cellosotve) and lower ketones (e.g., acetone and methyl 
40 ethyl ketone). 

[0169] As the colorant the same well-known dyes, pigments and magnetic powders that are used in the invention 
(I) may be used. The content of the colorant is the same as that in the invention (I). 

[0170] Waxes may also be blended. As the wax, the same waxes that are used in the invention (I) may be exempli- 
fied. Preferable examples and the content are also the same. 
45 [0171] Moreover, a charge control agent and a fluid ization agent may be used like in the invention (I). Preferable 
examples and the content are also the same. 

[0172] The medium cfiameter (d50) of the particles formed by the extension reaction and/or crosslink* ng reaction of 
the prepolymer (a) is generally 2 to 20pm, preferably 3 to 15nm and more preferably 4 to 8um in view of the developing 
ability and resolution. 

so [01 73] It is desirable that the particles be substantially spherical. The Wadell practical sphericity o f th e particles i s 
generally 0.90 to 1 .00, preferably 0.95 to 1.00 and more preferably 0.98 to 1 .00. In the present irwenton'.all individual 
toner particles donl need to have a practical sphericity falling in the above range, but the requirement is fulfilled if the 
number average practical sphericity may fan in the above range. 
[0174] A method of the production of the toner of the invention (II) will be explained. 

55 [0175] The toner particles are formed by reacting a dispersion consisting of the reactive group-containing prepoly- 
mer (a) with the compound (p) in an aqueous medium. 

[0176] To form the dispersion consisting of the prepolymer (a) stably in an aqueous medium, the method, for exam- 
ple, may be adopted in which a composition of toner raw materials comprising the prepolymer (a) is blended in an aque- 
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ous medium and dispersed by shearing force. 

[0177] The prepolymer (a) and other toner raw materials (e.g., a colorant, a releasing agent and a charge control 
agent) may be mixed with each other when the dispersion is formed in an aqueous medium. It is however more desir- 
able that after the toner raw materials are mixed in advance, the mixture be blended and dispersed in the aqueous 
5 medium. 

[01 78] In the present invention, the other toner raw materials such as a colorant, releasing agent and charge control 
agent are not necessarily mixed when the particles are formed in the aqueous medium but may be added after the par- 
ticles have been formed. For instance, after particles excluding a colorant have been formed, the colorant may be added 
by a well-known dyeing method. 
70 [0179] No particular limitation is imposed on the dispersion method and well-known machines such as a low speed 
shearing type, high speed shearing type, friction type, high pressure jet type and ultrasonic type may be applied. It is 
desirable to use a high speed shearing type to obtain a dispersion having a particle diameter of 2 to 20^m. When the 
high speed shearing type dispersing machine is used, the number of rotation is, though not limited to, generally 1000 
to 30000 rpm and preferably 5000 to 20000 rpm and the dispersion time is, though not limited to, generally 0.1 to 5 min- 
ts utes in a batch system. 

[0180] The dispersion temperature is generally 0 to 150°C (under pressure) and preferably 40 to 98°C. High disper- 
sion temperature is desirable because the viscosity of the resulting dispersion consisting of the prepolymer (a) is 
decreased and the dispersion is easily attained. 

[0181] The amount of the aqueous medium to be used for 1 00 parts by weight of the prepolymer (a) is generally 50 
20 to 2000 parts by weight and preferably 100 to 1000 parts by weight. An amount less than 50 parts by weight leads to 
an impaired dispersion condition of the prepolymer (a) and hence toner particles with a desired particle size are not 
obtained whereas an amount exceeding 20000 parts by weight is uneconomical. 

[0182] As required, a dispersant may be used. The use of the dispersant is desirable because a sharp size distri- 
bution is obtained and stable cfispersion is secured. 
25 [0183] As the dispersant well-known materials such as water-soluble polymers (e.g., polyvinyl alcohols and 
hydroxyethyi cellulose), inorganic powders (e.g., calcium carbonate powder, calcium phosphate powder, hydroxyapatrte 
powder and silica micropowder) and surfactants (e.g., sodium dodecylbenzene sulfonate, sodium lauryi sulfate and 
sodium oleate) may be used. 

[0184] When the cfispersant is used, it is desirable in view of the charging of the toner to remove the dispersant by 
30 washing after the extension and/or crosslinking reaction is performed, although the dispersant may be left on the sur- 
face of the toner particle. 

[01 85] A solvent capable of solving the prepolymer (a) may be used to decrease the viscosity of the dispersion con- 
sisting of the prepolymer (a). The use of such a solvent is rather desirable to make the size distribution sharp. It is desir- 
able that the solvent have a boiling point less than 100°C or be azeotropic together with water in the point that the 
35 solvent is easily removed. When the polyols (pi b) are used as the compound (p), it is desirable that the hydrophilictty 
of the solvent be low. 

[0186] Given as examples of the solvent are ethyl acetate, acetone, methyl ethyl ketone and toluene. 
[0187] The amount of the solvent to be used for 1 00 parts of the prepolymer (a) is generally 0 to 300 parts, prefer- 
ably 0 to 1 00 parts and more preferably 25 to 70 parts. 
40 [0188] When the solvent is used, it is removed by heating under normal pressure or reduced pressure after the 
extension and/or crosslinking reaction. 

[0189] The extension and/or crosslinking reaction time is selected in accordance with the reactivity based on the 
combination of the structure of the reactive group contained in the prepolymer (a) and the extension agent and/or the 
crosslinking agents (p) and is generally 10 minutes to 40 hours and preferably 2 to 24 hours. 
45 [0190] The reaction temperature is generally 0 to 150°C and preferably 50 to 120°C. 

[0191] A well-known catalyst may be used as required. In the reaction of an isocyanate, for instance, dibutyttin lau- 
rate and dioctyttin laurate may be given as examples of the catalyst 

[0192] Toner particles formed by the extension reaction and/or crosslinking reaction of the resulting dispersion is 
subjected to solid-liquid separation using a centrifugal separator, super-classification filter or fitter press and the result- 
so ing powder is dried to obtain the toner of the present invention. 

[0193] The resulting powder is dried using a well-known machine such as a fluidized bed dryer, vacuum dryer or 
circulating air dryer. 

[0194] Also, as required, the resulting powder is classified using a pneumatic classifier or the like so that it has pre- 
determined size distribution. 

55 [0195] The toner of the present invention .as necessary, is mixed with carrier particles, e.g., iron powder, glass 
beads, nickel powder, ferrite, magnetite and ferrite whose surface are coated with resins (e.g., acryl resins and silicone 
resins) for use as developer of an electric latent image. 

[0196] It is also possible to form an electric latent image by rubbing the toner with an electrostatic charge compo- 
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nent part like a charged blade instead of mixing the carrier particles. 

[0197] The toner of the present invention is fixed to a support (e.g., paper and polyester films) by using a copying 
machine or a printer to form a recording material. To fix the toner to the support, a well-known heat roll fixing method or 
flash fixing method may be applied. 

[01 98] Next, the toner binder of the invention (III) will be explained. 

[01 99] Given as examples of the polyester (i-a) modified by a urethane bond among the polyester (i) mocfif ied by a 

urethane bond and/or a urea bond are reaction products of the polyester (A) having a hydroxyl groip and the pofyiso- 

cyanate (3) or reaction products of the polyester (A), the polyisocyanate (3) and the pofyol (B). 

[0200] As the polyisocyanate (3), the same compounds that are used for the polyisocyanate (3) in the invention (I) 

are exemplified. Preferable examples are also the same. As the pofyol (B), the same compounds that are used for the 

potyol (B) in the invention (0 are exemplified and preferable examples are likewise the same. 

[0201] The ratio of the polyester (A) to the polyol (B) is generally 1/0 to 1/5 and preferably 1/0 to 1/3 in terms of 

equivalent ratio [OHaJ/IOHb] of a hydroxyl group [OH/J of the polyester (A) to a hydroxyl group [OHq] of the polyol (B). 

[0202] The proportion of the polyisocyanate (3) is generally 1/2 to 2/1, preferably 1.5/1 to 1/1.5 and more preferably 

1 .2/1 to 1/1 .2 in terms of equivalent ratio [NCO]/[OH] like in the above invention (I). Trie content of the polyisocyanate 

(3) is also the same as that in the invention (I). 

[0203] Also, the same monool that is used in the invention (I) may be used. 

[0204] Given as examples of the polyester (A) having a hydroxyl group are condensation-polymerized products 
made from the polyol (1 ) and the polycarboxyfic acid (2) and produced using the polyol (1 ) in an excess ratio to the poly- 
carboxylic acid (2) in terms of ratio of the number of mote of a hydroxyl group contained in the polyol (1) to the number 
of mote of a carboxylic cpoup contained in the polycarboxytic acid (2). 

[0205] The number of hydroxyl groups contained in one molecule of the polyester having a hydroxyl group is gen- 
erally 1 or more, preferably 1 .5 to 3 in average and more preferably 1 .8 to 2.5 in average. When the number falls in the 
above range, the molecular weight of the urethane-modrfied polyester is increased and the hot offset resistance is 
improved. 

[0206] As examples of the polyol (1) and polycarboxyfic acid (2), the same compounds that are used for the polyol 

(1) and pdycarboxyiic acid (2) in the invention (I) may be given and preferable examples are also the same. 
[0207] The ratio of the polyof (1) to the polycarboxyfic arid (2) is also the same as that in the invention (I). 
[0208] The molecular weight, hydroxyl value and acid value of the polyester (A) are the same as those in the inven- 
tion (I). 

[0209] Given as examples of the polyester (i-b) modified by a urea bond are reaction products of the polyester pre- 
polymer (a) having an teocyanate p/oup and the amines (b) and reaction products of a polyester prepolymer having an 
amino group and a polyisocyanate. Among these compounds, it is desirable to use the reaction products of the polyes- 
ter prepolymer (a) and the amines (b). 

[0210] Given as examples of the polyester prepolymer (a) having an teocyanate (youp are compounds produced by 
further reacting a polyester, which is a cxxidensation-porymerized product of the polyol (1) and the polycarboxyfic acid 

(2) and has an active hydrogen-containing group, with the polyisocyanate (3). 

[0211] Examples of the active hydrogen-containing group contained in the polyester include a hydroxyl group (an 
alcoholic hydroxyl group and a phenolic hydroxyl group) and a carboxyl group. Among these grotps, an alcoholic 
hydroxyl group is preferable. 

[0212] Given as examples of the polyol (1), polycarboxyfic acid (2), polyisocyanate (3) and amines (b) are the same 
compounds that are used for the polyol (1), potycarboxylic acid (2), polyisocyanate (3) and amines (b) in the invention 
(Q respectively. Preferable examples are also the same. 

[021 3] Each ratio and content of these compounds (1), (2), (3) and (b) are the same as those in the invention (I). 
[0214] As required, the same reaction stopper that are used in the invention (I) may be used. 
[021 53 In the invention (III), a urethane bond may also be included together with a urea bond in the polyester (i-b) 
modified by the urea bond. The ratio of the urea bond to the urethane bond is generally 10/0 to 1/9, preferably 8/2 to 
2/8 and more preferably 6/4 to 3/7 in view of the hot offset resistance. 

[021 6] The content of the urea bond and urethane bond is generally 300 to 8000, preferably 400 to 5000 and par- 
ticularly preferably 600 to 4000 in terms of the total equivalents of the urea bond and urethane bond. 
[0217] The polyesters (i) modified by a urethane bond and/or by a urea bond may be produced by a one shot 
method or a prepolymer method. 

[0218] The weight average molecular weight of the modified polyester (0 is generally 1x10 4 or more, preferably 2x 
1 0 4 to 1 x 1 o 7 and more preferably 3x1 0 4 to 1 x1 0 6 . When the weight average molecular weight falls in this range, the hot 
offset resistance is improved. 

[0219] No particular limitation is imposed on the number average molecular weight of the modified polyester and 
the number average molecular weight may be one enabling it possible to attain the above weight average molecular 
weight 
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[0220] The number average molecular weight and the weight average molecular weight may be measured as those 

converted into polystyrene in a well-known method using gel permeation chromatography (GPC). 

[0221] In the invention (III), not only the single use of the polyester (i) modified by a urethane bond and/or a urea 

bond is allowed but also the unmodified-polyester (ii) in addition to the polyester (i) may be contained as a toner binder 

component. 

[0222] The combined use of the polyester (ii) is desirable because the low temperature fixing ability and the gloss- 
iness when used in a full color system are improved. 

[0223] Given as examples of the polyester (ii) which is modified neither by a urethane bind nor by a urea bond are 
the same condensation-polymerized products of the pdyol (1) and the polycarboxyiic actd (2) as the aforementioned 
examples used for the polyester component (0. Preferable examples are the same as those used for the polyester (i). 
[0224] The polyester (ii) is not limited to the unmodified-polyesters but may be those modified by chemical bonds 
other than a urethane bond or a urea bond and for instance, those modified by an amide bond are preferably used. 
[0225] In the case of modifying using an amide bond, for instance the method is adopted in which a polyamine or 
an amino-alcohol rs condensed together with the polyol (1) and the polycarboxyiic acid (2) when the polyester (ii) is con- 
densation-polymerized. Given as examples of the polyamine and the amino-alcohol may be those exemplified for the 
aforementioned amines (b1) to (b3) used in the invention (I). 

[0226] It is preferable that at least each part of the polyesters (Q and (ii) be mutually solved in view of the low tem- 
perature fixing ability and the hot offset resistance. Accordingly, it is desirable that the polyester components (i) and (n) 
have similar compositions. 

[0227] The ratio by weight ^j^^j^ ^^^MB^ ^^^S^^^^ 5te5 to 80/20, preferably 5*95 to 30/70, 
more preferably 5/95 to Sro^^rfojter^prelerably 7/93 to 20/80 in v\ew of tr^ecOTTpSgl% of the hot offset resist- 
ance with storage stability under heat and with the low temperature fixing ability. 

[0228] It is desirable that the polyester (ri) have a peak of molecular weight in a range between, generally 1000 and 
1 0000, preferably 1 500 and 10000 and more preferably 2000 and 8000 in a chromatogram of gel permeation chroma- 
tography (GPC) like in the invention (I). When the peak molecular weight falls in this range, this is advantageous in view 
of the compatibility of the storage stability under heat with the low temperature fixing ability. 
[0229] The hydroxy] value and acid value of the polyester (ii) are the same as those in the invention (I). 
[0230] With regard to the toner binder of the invention (III), the glass transition temperature (Tg), the elastic modu- 
lus (G*) during storage, the value (Ts-Tn). the value of viscosity and the value (TVi-Tg) are the same as those in the 
invention (I). 

[0231] As the toner binder of the invention (III), the following specific examples are given. 

(D A mixture of a polyester produced by urethane-modrfying a condensation-polymerized product of an ethylene 
oxide (2 mote) addition product of bisphenol A and isophthalic acid by using rsopborone diisocyanate, and a con- 
densation-polymerized product of an ethylene oxide (2 mote) addition product of bisphenol A and terephthalic acid. 
© A mixture of a polyester produced by urethane-modrfying a condertsation-rxrfymerized product of an ethylene 
oxide (2 mote) addition product of bisphenol A/a propylene oxide (2 mols) addition product of bisphenol A and 
terephthalic acid by using isophorone diisocyanate, and a condensatkm-polymerized product of an ethylene oxide 
(2 mols) addition product of bisphenol A/a propylene oxide (2 mols) addition product of bisphenol A and terephthalic 
acid. 

® A mixture of a polyester produced by uretfiane-modifying a condensation-polymerized product of an ethylene 
oxide (2 mols) addition product of bisphenol A and terephthalic acid, and 1 ,4-butanedbl by using isophorone diiso- 
cyanate; and a cxxxiensation-rjorymerized product of an ethylene oxide (2 mols) addition product of bisphenol A 
and terephthalic acid. 

® A mixture of a polyester produced by urethane-modrfying a corxJensation-polymerized product of an ethylene 
oxide (2 mols) addition product of bisphenol A and terephthalic acid, and an ethylene oxide (2 mols) addition prod- 
uct of bisphenol A by using isophorone diisocyanate; and a cx>ndensation-polymerized product of an ethylene oxide 
(2 mols) addition product of bisphenol A and terephthalic acid. 

© A mixture of a polyester produced by urethane-modrfying a condensation -pcHymerized product of an ethylene 
oxide (2 mols) addition product of bisphenol A and isophthalic acid by using diphenylmethane diisocyanate, and a 
condensation-polymerized product of an ethylene oxide (2 mols) addition product of bisphenol A and isophthalic 
acid. 

© A mixture of a polyester produced by urethane-modrfying a (x>rxlensatiori-pofymerized product of an ethylene 
oxide (2 mols) addition product of bisphenol A/a propylene oxide (2 mols) addition product of bisphenol A and 
terephthalic acidflodecenyteucrinic acid anhydride by using diphenylmethane diisocyanate, and a condensation- 
polymerized product of an ethylene oxide (2 mols) addition product of bisphenol A/a propylene oxide (2 mote) addi- 
tion product of bisphenol A and terephthalic acid. 

@ A mixture of a polyester produced by urethane-modrfying a cxxidensaftfon-poJymerized product of an ethylene 
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oxide (2 mols) addrtion product of bisphenol A and terephthalic acid, and 1 ,4-butanediol by using toluene diisocy- 
anate; and a condensation-polymerized product of an ethylene oxide (2 mols) addrtion product of bisphenoJ A and 
terephthalic acid. 

® A mixture of a polyester produced by urethane-modrfying a condensation-polymerized product of an ethylene 
oxide (2 mols) addition product of bisphenol A and terephthalic acid, and 1 ,4-butanediol by using hexamethylene 
diisocyanate ;and a condensation-polymerized product of an ethylene oxide (2 mote) addition product of bisphenol 
A and terephthalic acid. 

® A mixture of a polyester produced by urea-mocfifying a prepolymer, obtained by reacting a condensation-polym- 
erized product of an ethylene oxide (2 mols) addition product of bisphenol A/a propylene oxide (2 mols) addition 
product of bisphenol A and terephthalic acid with isophorone diisocyanate, by using tsophoronediamine; and a con- 
densation-polymerized product of an ethylene oxide (2 mols) addition product of bisphenol A/a propylene oxide (2 
mols) addition product of bisphenol A and terephthalic acid. 

® A mixture of a polyester produced by urea-modifying a prepolymer, obtained by reacting a condensation-polym- 
erized product of an ethylene oxide (2 mols) addition product of bisphenol A/a propylene oxide (2 mols) addition 
product of bisphenol A and terephthalic acid with isophorone diisocyanate, by using isophor onediami ne; and a con- 
densation-polymerized product of a propylene oxide (2 mols) addrtion product of bisphenol A and terephthalic acid. 
© A mixture of a polyester produced by urea-modifying a prepolymer, obtained by reacting a condensation-polym- 
erized product of an ethylene oxide (2 mols) addition product of bisphenol A and terephthalic acid with isophorone 
diisocyanate, by using hexam ethyl enediam in e; and a condensation-polymerized product of an ethylene oxide (2 
mols) addition product of bisphenol A/a propylene oxide (2 mols) addition product of bisphenol A and terephthalic 
acid. 

@ A mixture of a polyester produced by urea-modifying a prepolymer, obtained by reacting a condensatton-polym- 
erized product of an ethylene oxide (2 mols) addrtion product of bisphenol A/a propylene oxide (2 mols) addrtion 
product of bisphenol A and terephthalic arid/dodecenylsuccinic acid anhydride with diphenyimethane diisocyanate, 
by using hexamethytenediamine; and a corxJensatx>n-polymerized product of an ethylene oxide (2 mols) addition 
product of bisphenol A/a propylene oxide (2 mols) addition product of bisphenol A and terephthalic acid. 
@ A mixture of a polyester produced by urea-modifying a prepofymer, obtained by reacting a condensation-polym- 
erized product of an ethylene oxide (2 mols) addition product of btsphenol A and isophthalic acid with toluene di'rso- 
cyanate, by using hexamethylenediarnine; and a condensation-polymerized product of an ethylene oxide (2 mols) 
addition product of bisphenol A and isophthalic acid. 

[0232] The toner binder of the present invention may be produced by, for example, the following method. 
[0233] The polyester (A) having a hydroxy! group is obtained by dehydrating and condensing the polycarboxylic 
acid (2) and the polyol (1) under heat at 150 to 280°C in the presence of a well-known esterifying catalyst e.g.. tetrabu- 
toxy titanate or dibutyttin oxide. An operation under reduced pressure is effective to improve the reaction rate in the last 
stage of the reaction. 

[0234] The polyester (i) modified by a urethane bond is obtained by reacting the poJyisocyanate (C) with the poly- 
ester (A) and the polyol (B), which is used as required, at 50 to 140*0. In the reaction, a solvent may be used if neces- 
sary. Given as examples of the solvent which can be used are those inactive to the isocyanate (C), such as aromatic 
solvents (e.g., toluene and xylene); ketones (e.g., acetone, methyl ethyl ketone and methyl isobutyi ketone); esters 
(e.g., ethyl acetate); amides (e.g., dirtietrryiformamkJe and dirnethylacetarnkJe) and ethers (e.g., tetrahydrofuran). 
[0235] The polyester prepolymer (a) having an isocyanate group is obtained by reacting the pdyisocyanate (3) with 
the polyester having a hydroxy! group. In the reaction, a solvent may be used if necessary. Given as examples of the 
solvent which can be used are those inactive to the isocyanate (3), such as aromatic solvents (e.g. , toluene and xylene) ; 
ketones (e.g., acetone, methyl ethyl ketone and methyl isobutyi ketone); esters (e.g., ethyl acetate); amides (eg., 
dimethyHormamide and dimethylacetamide) and ethers (e.g., tetrahydrofuran) . 

[0236] The polyester (i) modified by a urea bond is obtained by reacting the polyester prepolymer (a) with the 
amines (b) at 50 to 140°C in the presence of a solvent as required. The solvent which may be used is the same that is 
used in the production of the polyester prepolymer (a). 

[0237] The unmodified-polyester (ii) is obtained in the same manner as in the case of the polyester (A) having a 
hydroxy! group. 

[0238] T he polyester (j) modified by a urea bond is^mi xedjgit h thjsunmodi^ example, by a 

method (J) !h which the polyesters (i) and (ii) are"o5s«xved m ^ (ii) can be dis- 

solved, and mixed, followed by distilling the solvent or by a method © in which the polyesters (i) and (ii) are melted and 
mixed using a kneader, e g., an extruder. If these polyesters (i) and (ii) are mixed at high temperatures, a mutual 
exchange of these polyesters (i) and 00 is made by transesterif ication, leading to impaired low temperature fixing ability 
and hot offset resistance. The mixing temperature is therefore generally 170°C or less, preferably 150°C or less and 
more preferably 120°C or less. 
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[0239] To suppress the transesterification, a well-known ester exchange reaction inhibitor (e.g., alkyl phosphates) 
may be used. 

[0240] To distill a solvent easily at low temperatures in the mixing method (j) using a solvent, a solvent solution of 
these polyesters (i) and (ii) is dispersed in water and thereafter the solvent is removed from the water dispersion. In this 

5 method, after distilling the solvent, the dispersed material is filtered from water, washed and dried to obtain a toner 
binder. Given as examples of the solvent which may be used are the same as those usable in the urethane-modifying 
reaction. The use of a solvent whose boiling point is 1 00°C or less is particularly desirable to distill the solvent easily. 
[0241 ] The toner binder of the invention (III) may be used not only for the toner of the invention (I) but also for a so- 
called kneaded and pulverized toner. 

10 [0242] The aforementioned various additives such as colorants, releasing agents and charge control agents are 
dry-blended. The resulting product is melted and kneaded and thereafter pulverized using, for example, a jet mill, fol- 
lowed by performing air separation to obtain a toner with a particle diameter of generally 2 to 20pm. 

EXAMPLES 

15 

[0243] The present invention will be explained in more detail by way of examples, which are not intended to be lim- 
iting of the present invention, in which all designations of parts indicate parts by weight unless otherwise noted. The 
names of raw materials, functions and the name of makers (or trademarks) will be shown in this order as follows with 
regard to raw materials other than reagents among the raw materials used in the examples. 

20 

Cyanine Blue KRO/colorant/Sanyo Pigment Co., Ltd. 
Carbon black/colorant/Mitsubishi Gas Chemical Co.. Inc., MA100 
10% Hydraxyapatrte suspension^ ispersant/Nippon Chemical Industries, Ltd. Supertrte 10 
Colloidal silicartluidization agent/Japan Aerosil Co., Ltd. Aerosil R972 
25 Morrtan wax/releasing agent/Hoechst Japan, WE-40 

Example M 

(Synthesis of a toner binder) 

30 

[0244] A reaction vessel equipped with a tubular cooler, a stirrer and a nitrogen introducing tube was charged with 
343 parts of an ethylene oxide (2 mote) addition product of bisphenol A, 166 parts of isophthalic acid and 2 parts of cfib- 
utyttin oxide and the mixture was reacted at 230°C under normal pressure for 8 hours and further under a vacuum of 
10 to 1 5 mmHg for 5 hours. The reaction mixture was cooled to 1 10°C. To the reaction mixture was added 17 parts of 

35 isophorone cfiisocyanate and the resulting mixture was reacted at 1 10°C for 5 hours, followed by removing the solvent 
to obtain a urethane-modified polyester (M) having a weight average molecular weight of 72000. 
[0245] 570 parts of an ethylene oxide (2 mote) addition product of bisphenol A and 217 parts of terephthalic acid 
were condensation-polymerized at 230°C for 6 hours under normal pressure in the same manner as above to obtain an 
unmodified-polyester (iM) having a GPC peak molecular weight of 2400, a hydroxyl value of 51 and an acid value of 5. 

40 [0246] 200 parts of the urethane-modified polyester (i-1 ) and 800 parts of the unmodified-polyester ) were dis- 
solved in 2000 parts of ethyl acetate and mixed to obtain an ethyl acetate solution of a toner binder (TB1). 
[0247] A part of the ethyl acetate solution was dried under reduced pressure to isolate the toner binder (TB1 ). The 
Tg, Tn which may be blocked and Ts of the toner binder were 55°C, 128°C and 140°C respectively. 

45 (Production of a toner) 

[0248] A beaker was charged with 240 parts of the ethyl acetate solution of the toner binder (TB1), 20 parts of tri- 
methylol propane tribehenate (melting point: 58°C, molten viscosity: 24 cps) as a releasing agent and 4 parts of Cyanine 
Blue KRO. The mixture was stirred at 50°C at 12000 rpm by using a TK-type homomixer to dissolve and disperse the 

so mixture inrtorrrty, thereby preparing a toner material solution. 

[0249] Another beaker was charged with 706 parts of ion exchange water, 294 parts of a 10% hydroxyapatrte sus- 
pension and 0.2 parts of sodium dodecylbenzene sulfonate and the mixture was uniformly dissolved. The temperature 
was raised to 50°C and the above toner material solution was added to the mixed solution while stirring at 12000 rpm 
by using a TK-type homomixer and the stirring was further continued for 10 minutes. The mixture solution was then 

55 poured into a flask equipped with a poker and a temperature gage and raised to 98°C to remove the solvent followed 
by filtering, washing and drying. The resulting product was then subjected to air separation to obtain toner particles 
whose particle diameter (d50) was 6nm. Then, 0.5 parts of colloidal silica was mixed with 100 parts of the toner parti- 
cles in a sample mill to obtain a toner (T-11) according to the present invention. The practical sphericity of the toner par- 
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tides was 0.98. The results of evaluation are shown in Table 1 . 

Example I-2 

s (Synthesis of a toner binder) 

[0250] Trie same procedures as in Example H were carried out, except that the isocyanate was altered to 14 parts 
of toluene dnsocyanate and the urethane-modifying temperature was changed to 80°C, to obtain a urethane-modif ied 
polyester (i-2) having a weight average molecular weight of 98000. 
10 [0251] 363 parts of an ethylene oxide (2 mote) addition product of bisphenol A and 166 parts of isophthaJic acid are 
rondensatiorvpolyrnerized in the same manner as in Example 1-1 to obtain an unmodified-polyester (ii-2) having a peak 
molecular weight of 4300, a hydraxyl value of 25 and an acid value of 7. 

[0252] 250 parts of the urethane-modif ied polyester (i-2) and 750 parts of the unmodified-polyester (ii-2) were dis- 
solved in 2000 parts of ethyl acetate and mixed to obtain an ethyl acetate solution of a toner binder (TB2). 
is [0253] A part of the acetate solution was dried under reduced pressure to isolate the toner binder (TB2). The Tg, 
Tn and Ts of the toner binder were 56°C, 135°C and 152°C respectively. 

(Production of a toner) 

20 [0254] The same procedures as in Example 1-1 were carried out, except that the releasing agent was altered to 
pentaerythritol tetrabehenate (melting point: 81 °C, molten viscosity: 25 cps) and the dissolving temperature and the dis- 
persion temperature were altered to 60°C, to obtain a toner (T-I2) whose particle diameter (d50) was 6nm. The practical 
sphericity of the toner particles was 0.97. The results of evaluation are shown in Table 1 . 

25 Example I-3 

(Synthesis of a toner binder) 

[0255] A reaction vessel equipped with a tubular cooler, a stirrer and a nitrogen introducing tube was charged with 
30 724 parts of an ethylene oxide (2 mols) adcfition product of bisphenol A, 276 parts of isophthaJic acid and 2 parts of c5b- 
utyttin oxide and the mixture was reacted at 230°C under normal pressure for 8 hours and further under a vacuum of 
10 to 15 mmHg for 5 hours. The reaction mixture was cooled to 160°C. To the reaction mixture was added 32 parts of 
phthalic add anhydride and the resulting mixture was reacted for 2 hours. The resulting mixture was cooled to 80°C and 
reacted with 1 88 parts of isophorone diisocyanate in ethyl acetate for 2 hours to obtain an isocyanate-containing pre- 
ss polymer (a1). 

[0256] Then 267 parts of the prepotymer (a1) was reacted with 14 parts of isophoronediamine at 50°C for 2 hours 
to obtain a urea-modified polyester (i-3) having a weight average molecular weight of 64000. 
[0257] 724 parts of an ethylene oxide (2 mote) addition product of bisphenol A, 138 parts of terephthalic acid and 
138 parts of isophthalic acid were condensatkx*polymerized at 230°C for 6 hours under normal pressure and further 
ao under a vacuum of 10 to 15 mmHg for 5 hours in the same manner as above to obtain an unmodified-polyester (ii~3) 
having a peak molecular weight of 2300, a hydroxyl value of 55 and an acid value of 1. 

[0258] 200 parts of the urea-modified polyester (i-3) and 800 parts of the unmodif ied-potyester (ii-3) were dissolved 
in 2000 parts of a mixture solvent of ethyl acetate/MEK (1/1) and mixed to obtain an ethyl acetate/MEK solution of a 
toner binder (TB3). 

45 [0259] A part of the solution was (fried under reduced pressure to isolate the toner binder (TB3). The Tg, Tn and 
Ts of the toner binder were 52°C, 123°C and 132°C respectively. 

(Production of a toner) 

so [0260] The ethyl acetate/MEK solution of the toner binder (TB3) was made into a toner in the same manner as in 
Example I-2. Thus a toner (T-I3) whose particle diameter (d50) was 6um was obtained. The practical sphericity of the 
toner particles was 0.96. The results of evaluation are shown in Table 1 . 

Example I-4 

55 

(Synthesis of a toner binder) 

[0261] 669 parts of an ethylene oxide (2 mols) addition product of bisphenol A, 274 parts of isophthalic acid and 20 
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parts of trimellrtic acid anhydride were condensation-poiymefized and the polymerized product was reacted with 154 
parts off isophorone diisocyanate in the same manner as in Example I-3 to obtain a hydroxy] group-containing prepdy- 
mer(a2). 

[0262] Then 213 parts off the prepotymer (a2) was reacted with 9.5 parts of Isophoronediamine and 0.5 parts off cfib- 
utylamine in the same manner as in Example I-3 to obtain a urea-modified polyester (i-4) having a weight average 
molecular weight of 79000. 

[0263] 200 parts off the urea-modified polyester (i-4) and 800 parts off the unmodified-polyester (ii-3) prepared in 
Example I-3 were dissolved in 2000 parts off a mixture solvent off ethyl acetate/MEK (1/1 ) and mixed to obtain an ethyl 
acetate/MEK solution off a toner binder (TB4). 

[0264] A part of the solution was dried under reduced pressure to isolate the toner binder (TB4). The Tg, TV] and 
Ts of the toner binder were 52°C. 129°C and 151°C respectively. 

(Production off toner) 

[0265] The ethyl acetate/MEK solution off the toner binder (TB4) was made into a toner in the same manner as in 
Example 1-1 . Thus a toner (T-14) whose particle diameter (650) was 6um was obtained. The practical sphericity off the 
toner particles was 0.97. The results of evaluation are shown in Table 1 . 

Comparative Example 1-1 

(synthesis of a toner binder) 

[0266] 354 parts off an ethylene oxide (2 mols) addition product off bisphenol A and 166 parts of isophthalic acid 
were condensation-polymerized using 2 parts of dibutyttin oxide as a catalyst to obtain a comparative toner binder 
(CTB1) having a weight average molecular weight of 8000. 

[0267] The Tg, Tq and Ts of the comparative toner binder (CTB1) were 57°C, 136°C and 133°C respectively. 
(Production of a toner) 

[0268] A beaker was charged with 1 00 parts off the comparative toner binder (CTB1 ), 200 parts of an ethyl acetate 
solution and 4 parts of Cyanine Blue KRO and the mixture was stirred at 50°C at 12000 rpm by using a TK-type hom- 
omixer to thereby dissolve and disperse the mixture uniformly. The resulting mixture was made into a toner in the same 
manner as in Example 1-1 . Thus a comparative toner (CT-11) whose particle diameter (d50) was 6um was obtained. The 
practical sphericity of the toner particles was 0.98. The results of evaluation are shown in Table 1. 

Examples IV- 1 to IV-4 and Comparative Example IV- 1 

(Production off toners) 

[0269] 100 parts of each off the toner binders (TB1 ) to (TB4) according to the present invention or the comparative 
toner binder (CTB1), 7 parts off glycerol tribehenate and 4 parts of Cyanine Blue KRO were used to form each toner by 
using the following method. 

[0270] Firstly, the raw materials were premixed using a Henshel mixer (FM10B, manufactured by Mitsui Mi ike 
Chemical Eng. Machine Ca, Ltd.) and thereafter kneaded using a two-shaft kneader (PCM-30, manufacture by Ikegai 
Corporation). The kneaded mixture was pulverized using a supersonic jet crusher laboratory jet (manufactured by Nip- 
pon Pneumatic Industry Ltd.) and then classified using a pneumatic classifier (MDS-I, manufacture by Nippon Pneu- 
matic Industry Ltd.) to obtain toner particles whose particle diameter (<J50) was 5 to 20um. Next 0.5 parts of colloidal 
silica was mixed with 100 parts of the toner particles in a sample mill to obtain toners (T-IV1) to (T-IV4) and a compar- 
ative toner (CT-IV1). 

[0271] The results of evaluation are shown in Table 1 . 
Example IV-5 

(Synthesis of a toner binder) 

[0272] 343 parts off an ethylene oxide (2 mols) addition prod uct of bisph enol A and 1 66 parts of isophthali c acid are 
condensation-polymerized in the same manner as in Example 1-1 . In methyl ethyl ketone, 7 parts of 1 ,4-butanediol and 
34 parts of isophorone diisocyanate were added to the polymerized product and the mixture was reacted at 80°C for 8 



18 



EP1026 554A1 



hours to obtain a urethane-modrfied polyester (i-5) having a weight average molecular weight of 68000. 
[0273] 200 parts off the urethane-modif ied polyester 0-5) and 800 parts of the unmocfif ied-polyester (ii-2) synthe- 
sized in Example 1-2 were cfissotved in the same manner as in Example 1-1 , followed by removing the solvent to obtain 
a toner binder (TBS) according to the present invention. The Tg, Tn and Ts off the toner binder were 55°C, 129*0 and 
5 1 51 °C respectively. 

(Production of a toner) 

[0274] The same procedures as in Example IV-1 were carried out to form a toner (T-IV5). The results of evaluation 
10 are shown in Table 1. 

Example 11-1 

(Production example of a ketimine compound) 

15 

[0275] A reaction vessel equipped with a poker and a temperature gage was charged with 30 parts of isophorone- 
diamine and 70 parts off methyl ethyl ketone. The mixture was reacted at 50°C for 5 hours to obtain a ketimine com- 
pound (p1). 

20 (Production example of a toner) 

[0276] A beaker was charged with 15.4 parts of an isocyanate-containing prepdymer (a1), 64 parts off an unrrxxfi- 
fied-polyester (dead polymer) (6-3) and 78.6 parts of ethyl acetate and the mixture was stirred to dissolve. Next 20 parts 
of pentaerythritol tetrabehenate and 4 parts off Cyanine Blue KRO were added and the resulting mixture was stirred at 

25 60°C at 12000 rpm by using a TK-type homomixer to dissolve and disperse the mixture uniformly. Finally, 2.7 parts off 
the ketimine compound 01) was added and dissolved to prepare a toner material solution (S1). 
[0277] Another beaker was charged with 706 parts of ion exchange water, 294 parts of a 10% hydroxyapatrte sus- 
pension and 02 parts off sodium dodecybenzene sulfonate and the mixture was uniformly dissolved. The temperature 
was raised to 60°C and the above toner material solution (S1 ) was added to the mixed solution while stirring at 1 2000 

30 rpm by using a TK-type homomixer and the stirring was further continued for 1 0 minutes. The mixture solution was then 
poured into a flask equipped with a poker and a temperature gage and raised to 98°C to remove the solvent while pro- 
gressing a urea-modifying reaction, followed by filtering, washing and drying. The resulting product was then subjected 
to air separation to obtain toner particles whose particle diamete r (d50) was 6^im. Then, 0.5 parts of colloidal silica was 
mixed with 100 parts off the toner particles in a sample mill to obtain a toner'^f-l 11 ) according to the present invention. 

35 [0278] The weight average molecular weight number average molecular weight and glass transition temperature 
(Tg) of a toner binder component contained in the toner (T-II1) were 14000, 2000 and 52°C. The results of evaluation 
are shown in Table 1. 

Example II-2 

40 

(Production example of a toner) 

[0279] A beaker was charged with 15.5 parts off a prepolymer (o2), 64 parts of adead polymer fii-3) and 78.8 parts 
of ethyl acetate and the mixture was stirred to dissolve Next, 20 parts of trimethytolpropane tribehenate and 4 parts of 
45 Cyanine Blue KRO were added and the resulting mixture was stirred at 50°C at 12000 rpm by using a TK-type homo- 
mixer to dissolve and disperse the mixture uniformly. Finally, 2.4 parts of the ketimine compound (pi) and 0.036 parts 
of dibutyt amine were added and dissolved to prepare a toner material solution (S2). 

[0280] The same procedures as in Example 11-1 were carried out except that the toner material solution (S2) was 
used and the dispersion temperature was altered to 50°C, to run toner formation, thereby obtaining a toner (T-II2) 
so whose P article d iame te r d50 was 6iim a c x xijtii n fl to 

[0281] ~ The wel^^er^ i^ecu^w^e*^ number average molecular weight and glass transition temperature 
(Tg) of a toner binder component contained in the toner (TIE) were 18000. 2000 and 52°C. The results of evaluation 
are shown in Table 1. 
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Example ll-3 

(Production example of a prepolymer) 

5 [0282] A reaction vessel equipped with a tubular cooler, a stirrer and a nitrogen introducing tube was charged with 
724 parts of an ethylene oxide (2 mots) addition product of bisphenol A, 276 parts of isophthaJic acid and 2 parts of cfib- 
utyttin oxide and the mixture was reacted at 230°C under normal pressure lor 8 hours and further under a vacuum of 
10 to 15 mmHg for 5 hours. The reaction mixture was cooled to 160°C. To the reaction mixture was added 32 parts of 
phthalic acid anhydride and the resulting mixture was reacted for 2 hours. Then, the reaction mixture was cooled to 

w 80°C and further reacted with 188 parts of isophorone diisocyanate in toluene for 2 hours to obtain an isocyanate 
group-containing prepolymer (a3) having a weight average molecular weight of 13000. 

(Production example of a dead polymer) 

15 [0283] 654 parts of an ethylene oxide (2 mote) addition product of bisphenol A and 51 6 parts of dimethyl terephtha- 
late were condensation-porymerized at 230°C under normal pressure for 6 hours and then under a vacuum of 1 0 to 1 5 
mmHg for 5 hours with dehydration to obtain a dead polymer (ii-4) having a peak molecular weight of 2400 and a 
hydroxy! value of 2. 

20 (Production example of a toner) 

[0284] A beaker was charged with 15.4 parts of the prepolymer (a3), 64 parts of the dead polymer (ii-4). 40 parts 
of toluene and 40 parts of methyl ethyl ketone (MEK) and the mixture was stirred to dissolve. Then 20 parts of pentaer- 
ythritol tetrabehenate and 4 parts of Cyanine Blue KRO were added and the mixture was stirred at 60°C at 1 2000 rpm 
25 by using a TK-type homomixer to dissolve and disperse the mixture uniformly. Finally, 0.33 parts of 1 ,4-butanediol was 
added as an extension agent to and dissolved in the mixture to prepare a toner material solution (S3). 
[0285] The toner materia) solution (S3) was made into a toner with a urethane-modrfying reaction in the same man- 
ner as in Example 11-1. Thus a toner (T-II3) whose particle diameter d50 was 6*im according to the present invention 
was obtained. 

30 [0286] The weight average molecular weight number average molecular weight and glass transition temperature 
(Tg) of a toner binder component contained in the toner (T-II3) were 1 1000, 2000 and 52°C. The results of evaluation 
are shown in Table 1. 

Example 1 1-4 

35 

(Production example of a prepolymer) 

[0287] In the same manner as in Example 11-3, 669 parts of an ethylene oxide (2 mois) addition product of bisphenol 
A, 274 parts of isophthaJic acid and 20 parts of trirneflitic acid anhydride were condensation -potymefized and thereafter 
40 154 parts of isophorone diisocyanate was reacted with the polymerized product to obtain an isocyanate group-contain- 
ing prepolymer (a4) having a weight average molecular weight of 1 5000. 

(Production example of a toner) 

45 [0288] A beaker was charged with 15.5 parts of the prepolymer (a4), 64 parts of the dead polymer (ii-4), 40 parts 
of toluene and 40 parts of MEK and stirred to dissolve. Then 20 parts of trimethylotpropane tribehenate and 4 parts of 
Cyanine Blue KRO were added and the mixture was stirred at 50°C at 1 2000 rpm by using a TK-type homomixer to dis- 
solve and disperse the mixture uniformly. Finally, 1.1 parts of an ethylene oxide (2 mote) addition product of bisphenol 
A was added as an extension agent to and dissolved in the mixture to prepare a toner material solution (S4). 

so [0289] A toner-forming process was carried out in same manner as in Example 1 1-3, except that the toner material 
solution (S4) was used and the dispersing temperature was altered to 50°C, to obtain a toner (T-II4) whose particle 
diameter d50 was 6^m according to the present invention. 

[0290] The weight average molecular weight, number average molecular weight and glass transition temperature 
(Tg) of a toner binder component contained in the toner (T-II4) were 14000, 2000 and 52°C. The results of evaluation 
55 are shown in Table 1. 
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Example II-5 

(Production example of a prepolymer) 

5 [0291 ] A reaction vessel equipped with a tubular cooler, a stirrer and a nitrogen introducing tube was charged with 
360 parts of an ethylene oxide (2 mols) addition product of bisphenol A, 166 parts of isophthalic acid and 2 parts of cfib- 
utyttin oxide and the mixture was reacted at 230°C under normal pressure for 8 hours and further under a vacuum of 
1 0 to 1 5 mmHg for 5 hours. The reaction mixture was cooled to 1 60°C to obtain a hydraxyi group-containing prepolymer 
(o5) having a weight average molecular weight of 9000. 

10 

(Production example of a toner) 

[0292] A beaker was charged with 15.3 parts of the prepolymer (o5), 63.6 parts of the dead polymer (ii-4), 40 parts 
of toluene and 40 parts of ethyl acetate and the mixture was stirred to dissolve. Then 20 parts oi perrtaerythritol tetrabe- 

15 henate and 4 parts of Cyanine Blue KRO were added and the mixture was stirred at 60°C at 12000 rpm by using a TK- 
type homornixer to dissolve and disperse the mixture unrforrnly. Finally, 1.1 parts of d phenyl methane diisocyanate was 
added as an extension agent to and dissolved in the mixture to prepare a toner material solution (S5). The toner mate- 
rial solution (S5) was treated in a toner-forming process in the same manner as in Example II-3 to obtain a toner (T-II5) 
whose particl e diameter d50 was 6um according to the present invention. 

20 [029?] The weight average molecular weight number average molecular weight and glass transition temperature 
(Tg) of a toner binder component contained in the toner (T-II5) were 16000. 2100 and 52°C. The results of evaluation 
are shewn in Table 1. 

Example 1 1-6 

25 

(Production example of a prepolymer) 

[0294] In the same manner as in Example 11-5, 392 parts of an ethylene oxide (2 mols) addition product of bisphenol 
A, 166 parts of isophthalic acid and 13 parts of trimeJIrtic acid anhydride were condensation-polymerized to obtain a 
30 hydroxy! group-containing prepolymer (a6) having a weight average molecular weight of 15000. 

(Production example of a toner) 

[0295] A beaker was charged with 1 5.4 parts of the prepolymer (a6), 63.7 parts of the dead polymer (ii-4), 40 parts 
35 of toluene and 40 parts of ethyl acetate and the mixture was stirred to dissolve. Then 20 parts of trimethylolpropane 
trbehenate and 4 parts of Cyanine Blue KRO were added and the mixture was stirred at 50°C at 12000 rpm by using 
a TK-type homornixer to dissolve and disperse the mixture uniformly. Rnally, 2.1 parts of a reaction product of diphe- 
nylmethane diisocyanate and 1 ,4-butanediol (2:1) was added as an extension agent to and dissolved in the mixture to 
prepare a toner material solution (S6). 
40 [0296] A toner-forming process was earned out in the same manner as in Example 1 1-5. except that the toner mate- 
rial solution (S6) was used and the dispersing temperature was altered to 50*0, to obtain a toner (T-II6) whose particle 
diameter d50 was 6jim according to the present invention. 

[0297] The weight average molecular weight number average molecular weight and glass transition temperature 
(Tg) of a toner binder component contained in the toner (T-II6) were 21000. 2200 and 52°C. The results of evaluation 
45 are shown in Table 1. 



Table 1 



50 


Toner No. 


Powder fluidity 


Storage stability under 
heat(%) 


GLOSS (°C) 


HOT(°C) 




(T-11) 


0.39 


13 


135 


170 




(T-I2) 


0.41 


9 


145 


200 


55 


(T-B) 


0.38 


20 


130 


180 




(T-I4) 


0.37 


19 


150 


£230 




(CT-11) 


0.35 


21 


150 


160 
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Table 1 (continued) 





Toner No. 


Powder fluidity 


Storage stability under 
heat(%) 


GLOSS (°C) 


HOTpC) 


5 


CT-IV1) 


0.28 


31 


135 


165 




(T-IV2) 


0.27 


29 


145 


190 




(T-IV3) 


0.27 


33 


130 


180 




(T-IV4) 


0.29 


30 


150 


£230 


10 


CTIV5) 


0.29 


30 


140 


190 




(CT-IV1) 


0.27 


28 


150 


160 




(T-IH) 


0.37 


19 


130 


185 


15 


(TIE) 


0.36 


17 


150 


^230 




(T-H3) 


0.38 


20 


130 


170 




(T-IW) 


0.39 


18 


150 


200 


20 


T-II5) 


0.36 


20 


130 


180 


(T-II6) 


0.34 


16 


155 


220 



(Method of evaluation) 



25 (1) Powder fluidity 

[0298] A powder tester manufactured by Hosokawa Micron Co. , Ltd. was used to measure the static apparent den- 
sity. The better the fluidity of the toner is, the larger the static apparent density is. 

30 (2) Storage stability under heat 

[0299] The toner was put through 42 mesh sieve for 2 minutes after it was stored at 50°C for 8 hours to measure 
the ratio of a toner residue left on the sieve, the ratio being defined as the storage stability under heat. The better the 
storage stability under heat is, the smaller the residual ratio is. 

35 

(3) Glossiness-developing temperature (GLOSS) 

[0300] An oil supply unit was excluded from a fixing apparatus of a commercially available color copying machine 
(CLC-1 , manufactured by Canon Inc.). The modified copying machine in which oil on a fixing roll was removed was used 
40 to fix for evaluation. The fixing roll temperature at which the 60 degree glossiness of the fixed image was 1 0% or more 
was adopted as the glossiness-developing temperature. 

(4) Hot offset generation temperature (HOT) 

45 [0301] An evaluation by fixing was made like in the above GLOSS to determine whether or not a hot offset to the 
fixed image was present by visual observation. The fixing roll temperature at which an hot offset occurred was adopted 
as the hot offset generation temperature. 

Example 1-5 

50 

(Synthesis of a toner binder) 

[0302] 350 parts of the urethane-modified polyester (i-2) and 650 parts of the unmodified polyester (ii-2) were dis- 
solved in and mixed with 3000 parts of ethyl acetate to obtain an ethyl acetate solution of a toner binder (TB6). 
55 [0303] A part of the resulting solution was dried under reduced pressure to isolate the toner binder (TB6). The Tg, 
Tt| and Ts of the toner binder were 58°C, 145°C and 170°C respectively. 
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(Production of a toner) 

[0304] The same procedures as in Example I-2 were carried out, except that 300 parts of the ethyl acetate solution 
of the toner binder (T66), 5 parts of a morrtan wax and 8 parts of carbon black were used as the toner materials, to 
5 obtain a toner (T-I5) whose particle diameter d50 was 6jim according to the present invention. The practical sphericity 
of the toner particles was 0.97. The results of evaluation are shown in Table 2. 

Example I-6 

10 (Production of toner) 

[0305] The toner binder (TB4) was treated in a toner-forming process in the same manner as in Example I-4, except 
that the colorant was altered to 8 parts of carbon black, to obtain a toner (T-I6) whose particle diameter d50 was 6um 
according to the present invention. The practical sphericity of the toner particles was 0.96. The results of evaluation are 
is shown in Table 2. 

Example I-7 

(Synthesis of a toner binder) 

20 

[0308] 300 parts of the urea-modified polyester (i-4) and 700 parts of the unmodified polyester (ii-2) were dissolved 
in and mixed with 3000 parts of ethyl acetate/MEK (1:1) to obtain an ethyl acetate/MEK solution of a toner binder (TB7). 
[0307] A part of the resulting solution was dried under reduced pressure to isolate the toner binder (TB7). The Tg, 
Tq) and Ts of the toner binder were 57°C, 143°C and 172°C respectively. 

25 

(Production of a toner) 

[0308] The same procedures as in Example 1-1 were carried out, except that 300 parts of the ethyl acetate/MEK 
solution of the toner binder (TB7), 5 parts of a morrtan wax and 8 parts of carbon black were used as the toner materi- 
30 als, to obtain a toner (T-I7) whose particle diameter 650 was 6pm according to the present invention. The practical 
sphericity of the toner particles was 0.95. The results of evaluation are shown in Table 2. 

Exarrples IV-6 and IV-7 

35 (Synthesis of a toner binder) 

[0309] 300 parts of the urethane-mocfif ied polyester (i-5) and 700 parts of the unmodified polyester (0-2) were dis- 
solved and thereafter the solvent was removed in the same manner as in Example 1-1 to obtain a toner binder (TBS). 
[0310] The Tg, Ti\ and Ts of the toner binder were 57°C, 1 44°C and 1 6S°C respectively. 
40 [031 1 ] 300 parts of the urea-modified polyester (i-4) and 700 parts of the unmodified polyester (0-2) were mixed in 
the same manner as in Example L3 to obtain a toner binder (TB9). The Tg, Tq and Ts of the toner binder were 57°C, 
1 43°C and 1 72°C respectively. 

(Production of a toner) 

45 

[0312] The toner binders (TBS) and (TB9) were treated in the same toner-forming process as in Example IV-1, 
except that 5 parts of morrtan wax and 8 parts of carbon black were used as the releasing agent and the colorant 
respectively, to obtain Toners (T-IV6) and (T-IV7). 
[0313] The results of evaluation are shewn in Table 2. 

50 

Example 11-7 

(Production example of a toner) 

55 [031 4] A toner (T-II7) having a particle diameter d50 of 6um accorcfing to the present invention was obtained in the 
same manner as in Example 11-2 except that 8 parts of carbon black was used as the colorant. The results of evaluation 
are shown in Table 2. 
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Example II-8 

(Production example of a toner) 

5 [031 5] A beaker was charged with 28.8 parts of the prepolymer (<x4) , 69.2 parts of the unmodified polyester (dead 
polymer) (ii-2) and 99 parts of ethyl acetate and the mixture was stirred to dissolve. Next 5 parts of a montan wax and 
8 parts of carbon black were added and the resulting mixture was stirred at 50°C at 12000 rpm by using a TK-type horn- 
omixer to dissolve and disperse the mixture uniformly. Finally, 4.4 parts of the ketirrine compound (p1) and 0.068 parts 
of dibutylamine were added and dissolved to prepare a toner material solution (S8). 

w [031 6] The same procedures as in Example 11-1 were carried out except that the toner material solution (S8) was 
used, to run toner formation, thereby obtaining a toner (T-II8) whose particle diameter d50 was fyirm according to the 
present invention. 

[0317] The weight average molecular weight number average molecular weight and glass transition temperature 
(Tg) of a toner binder component contained in the toner (T-II8) were 28000. 4300 and 57°C. The results of evaluation 
is are shown in Table 2. 

Example 11-9 

(Production example of a toner) 

20 

[0318] A beaker was charged with 15.5 parts of the prepolymer (<x4), 64 parts of the dead polymer (ii-4) and 80 
parts of ethyl acetate and the mixture was stirred to dissolve. Next 20 parts of trimethytoipfopane trbehenate and 8 
parts of carbon black were added and the resulting mixture was stirred at 50°C at 12000 rpm by using a TK- type hom- 
omixer to dissolve and disperse the mixture uniformly to prepare a toner material solution (S9). 
25 [0319] The same procedures as in Example 11-3 were carried out except that the toner material solution (S9) was 
used and the dispersing temperature was altered to 50°C. to run toner formation accompanied by an extension reaction 
using only water, thereby obtaining a toner (T-l 19) whose particle diameter d50 was 6jim according to the present inven- 
tion. 

[0320] The weight average molecular weight number average molecular weight and glass transition temperature 
30 (Tg) of a toner binder component contained in the toner (T-l 19) were 1 6000, 2000 and 52°C. The results of evaluation 
are shown in Table 2. 

Example 11-10 

35 (Production example of a dead polymer) 

[0321 ] 327 parts of an ethylene oxide (2 mols) addition product of bisphenol A and 213 parts of dimethyl isophtha- 
late were condensation-polymerized in the same manner as in Example 1 1 -3 to obtain a dead polymer (0-5) having a 
peak molecular weight of 4200 and a hydroxy! value of 3. 

40 

(Production example of a toner) 

[0322] A beaker was charged with 28.8 parts of the prepolymer (a4), 69.2 parts of the dead polymer (ii-5), 50 parts 
of toluene and 50 parts of MEK and the mixture was stirred to dissolve. Then 5 parts of a montan wax and 8 parts of 
45 carbon black were added and the mixture was stirred at 50°C at 1 2000 rpm by using a TK-type homomixer to cfissotve 
and disperse the mixture uniformly. Finally. 0.54 parts of 1,4-butanediol was added as an extension agent to and dis- 
solved in the mixture to prepare a toner material solution (S10). 

[0323] The same toner-forming process as in Example 1 1 -3 was carried out, except that the toner material solution 
(S10) was used, to obtain a toner (T-II10) whose particle diameter d50 was 6um according to the present invention. 
so [0324] The weight average molecular weight number average molecular weight and glass transition temperature 
(Tg) of a toner binder component contained in the toner (T-l 1 10) were 23000, 4200 and 56°C. The results of evaluation 
are shown in Table 2. 

Example 11-11 

55 

(Production example of a toner) 

[0325] The same toner-forming process as in Example 1 1 -6 was carried out, except that 8 parts of carbon black was 
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used as the colorant, to obtain a toner (T-II1 1) whose particle diameter d50 was 6^m. The results of evaluation are 
shown in Table 2. 

Example 11-12 

5 

(Production example of a toner) 

[0326] A beaker was charged with 28.8 parts of the prepolymer (a6), 69.5 parts of the dead polymer (ii-5), 50 parts 
of toluene and 50 parts of ethyl acetate and the mixture was stirred to dissolve. Then 5 parts of a montan wax and 8 
io parts of carbon black were added and the mixture was stirred at 60°C at 1 2000 rpm by using a TK-type homomixer to 
dissolve and disperse the mixture uniformly. Finally, 1 .7 parts of diphenytmethane diisocyanate was added as an exten- 
sion agent to and dissolved in the mixture to prepare a toner material solution (S1 2). 

[0327] The same toner-forming process as in Example II-5 was carried out except that the toner material solution 
(S12) was used, to obtain a toner (T-II12) whose particle diameter d50 was 6jim according to the present invention. 
15 [0328] The weight average molecular weight number average molecular weight and glass transition temperature 
(Tg) of a toner binder component contained in the toner (T-M12) were 34000, 4400 and 57°C. The results of evaluation 
are shown in Table 2. 



Table 2 



Toner No. 


Powder fluidity 


Storage stability under 
heat(%) 


MFT(°C) 


HOTfC) 


(T-15) 


0.36 


6 


130 


£230 


(T-16) 


0.37 


18 


110 


230 


(T-17) 


0.35 


8 


130 


£230 


(T-IV6) 


0.27 


31 


125 


£230 


(T-IV7) 


0.28 


27 


130 


£230 


(T-II7) 


0.36 


17 


115 


230 


(T-II8) 


0.34 


9 


125 


£230 


(T-H9) 


0.37 


16 


115 


220 


(T-II10) 


0.39 


12 


120 


230 


(T-II11) 


0.37 


18 


115 


220 


CT-II12) 


0.35 


8 


125 


230 
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(Method of evaluation) 

(1) Powder flukfity 

45 [0329] A powder tester manufactured by Hosokawa Micron Co., Ltd. was used to measure the static apparent den- 
sity. The better the fluidity of the toner is, the larger the static apparent density is. 

(2) Storage stability under heat 

so [0330] The toner was put through 42 mesh sieve for 2 minutes after it was stored at 50°C for 8 hours to measure 
the ratio of a toner residue left on the sieve, the ratio being defined as the storage stability under heat. The better the 
storage stability under heat is, the smaller the residual ratio of the toner is. 

(3) Minimum fixing temperature (MR) 

55 

[0331 ] A commercially avaHable black-and-white copying machine (SF8400 A, manufactured by Sharp Corporation) 
was used to fix for evaluation. The fixing roll temperature at which the residual rate of the image density, after the fixed 
image was rubbed by a pat was 70% or more was adopted as the f ixed roll temperature. 
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(4) Hot offset generation temperature (HOT) 

[0332] An evaluation by fixing was made like in the above MFT to determine whether or not a hot offset to the fixed 
image was present by visual observation. The fixing roll temperature at which an hot offset occurred was adopted as 
5 the hot offset generation temperature. 

INDUSTRIAL APPLICABILITY 

[0333] As stated above, the toner and toner binder of the present invention are suitable for the purpose intended to 
w form a high quality image by using printers or copying machines. 

Claims 

1 . A toner comprising a toner binder and a colorant wherein the toner is composed of particles having a Wad ell prac- 
75 tical sphericity of 0.90 to 1.00 and the toner binder is composed of a polyester (i) modified by a urethane bond 

and/or a urea bond. 

2. A toner according to Claim 1 , the toner comprising a polyester (ii). which is modified neither by a urethane bond nor 
by a urea bond, together with the modified polyester (i), wherein the ratio by weight of the polyester (i) to the poly- 

20 ester (ii) is 5/95 to 80/20. 

3. A toner according to Claim 2, wherein the unmodified polyester (ii) has a peak molecular weight of 1000 to 10000 
in a chromatogram of gel permeation chromatography (GPC) and a hydroxy! value of 5 or mora 

25 4. A toner according to Claim 1 , wherein the ratio of the urea bond to the urethane bond in the modified polyester (i) 
is 10/0 to 1/9. 

5. A toner according to Claim 1 , wherein the toner particles are formed in an aqueous medium. 

30 6. A toner comprising a toner binder and a colorant, wherein the toner is composed of resin particles produced by 
causing an extension reaction and/a crosslinking reaction of a dispersion formed of a reactive group-containing 
prepolymer (a) contained in an aqueous medium by using an extension agent and/or a crosslinking agent (0). 

7. A toner according to Claim 6, wherein the extension reaction and/or the crosslinking reaction is performed in the 
35 presence of a colorant. 

8. A toner according to Claim 6, wherein the reactive group contained in the prepolymer (a) is a functional group (a1 ) 
reactive with an active hydrogen compound and the crosslinking agent (p)isa compound (01) having active hydro- 
gen. 

40 

9. A toner according to Claim 8, wherein the compound (01) is at least one compound selected from the gjoup con- 
sisting of polyamines (01 a) which may be blocked, potyote (01b), porymercaptans (01c), and water (01 d). 

10. A toner according to Claim 9, wherein the pofyamines (01a) are ketimine compounds. 

45 

11. A toner according to Claim 6, wherein the reactive group contained in the prepolymer (a) is an active hydrogen- 
containing group and the crosslinking agent (0) is at least one compound selected from the group consisting of 
polyisocyanates (02a), polyepoxides (02b), polycarboxylic acids (02c), poryacid anhydrides (02d) and potyadd hal- 
ves (02e). 

50 

12. A toner according to Claim 1 1 , wherein the active hydrogen-containing group contained in the prepolymer (a) is a 
functional group selected from the group consisting of an amino group which may be blocked, a hydroxy! group, a 
mercapto group and a carboxyl group 

55 13. A toner according to Claim 6. wherein the prepolymer (a) is selected from the group consisting of a polyester pre- 
polymer (ax), an epoxy resin prepolymer (ay) and a polyurethane polymer (az). 

1 4. A toner according to Claim 6. wherein the prepolymer (a) has a molten viscosity of 2000 poises or less at 1 00°C. 
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15. A toner according to Claim 6, wherein the toner binder is composed off a resin (I) produced from the prepolymer (a) 
by an extension reaction and/or a crossJinking reaction in an aqueous medium and a resin (II) which is processed 
neither by an extension reaction nor by a crosslink! ng reaction, wherein the ratio of the resin (0 to the resin (II) is 
5/95 to 80/20. 

5 

16. A toner according to any one of Claim 1 to Claim 15, wherein the glass transition temperature (Tg) of the toner 
binder is 35 to 85°C and the difference between the temperature (Ts) at which the elastic modulus of the toner 
binder at a measuring frequency of 20 Hz is 1 0000 dyne/cm 2 and the temperature On) at which the viscosity of the 
toner binder is 1 000 poises, namely (Ts - Tr|) is 0°C or more. 

w 

1 7. A toner according to any one of Claim 1 to Claim 1 5, wherein the difference between the temperature (Tn) at which 
the viscosity of the toner binder is 1 000 poises and the glass transition temperature (Tg) of the toner binder, namely 
(TirTg)is10°Corless. 

is 18. A toner according to any one of Claim 1 to Claim 1 5, wherein the colorant is composed of dyes and/or pigments of 
a color selected from the group consisting of a cyan color, a magenta color and a yellow color. 

19. A toner according to any one of Claim 1 to Claim 1 5, the toner comprising 3-30% by weight of a wax which has a 
mefting point of 50 to 120°C and a molten viscosity of 5 to 1000 cps at a temperature 20°C higher than the melting 

20 point 

20. A toner binder comprising a polyester derived from a polyol (1) and a potycarboxyiic acid (2) wherein the polyester 
is composed of a polyester (i) modified by a urethane bond and/or by a urea bond and a polyester (ii) modified nei- 
ther by a urethane bond nor by a urea bond. 

25 

21 . A toner binder according to Claim 20, the ratio by weight of the polyester (i) to the polyester (ii) is 5/95 to 80/20. 

22. A toner binder according to Claim 20 or Claim 21, wherein the unmodified polyester (ii) has a peak molecular 
weight of 1000 to 10000 in a chromatogram of gel permeation chromatography (GPC) and a hydroxy! value of 5 or 

30 more. 

23. A toner binder according to Claim 20 or Claim 21, wherein the ratio of the urea bond to the urethane bond in the 
modified polyester (i) is 10A) to 1/9. 

35 24. A toner binder according to Claim 20 or Claim 21, wherein the modified polyester (i) is a polyester (i-a) which is 
modified by a urethane bond and is derived from a polyester (A) having a hydroxy! group, apolyoi (B) and a polyiso- 
cyanate (3), the ratio of the polyester (A) to the polyol (B) being 1/0 to 1/5 in terms of equivalent ratio [OHaMOHbJ 
of a hydroxy! group [Ohy contained in the polyester (A) to a hydroxy! group [Ohy contained in the polyol (B). 

40 25. A toner binder accorrJng to Claim 20 or Claim 21 , wherein the glass transition temperature (Tg) of the toner binder 
is 35 to 85°C and the difference between the temperature (Ts) at which the elastic modulus of the toner binder at 
a measuring frequency of 20 Hz is 10000 dyne/cm 2 and the temperature (Tn) at which the viscosity of the toner 
binder is 1000 poises, namely (Ts - Tr\) is 0°C or more. 

45 26. A toner binder accorrJng to Claim 20 or Claim 21 , wherein the difference between the temperature (Tn) at which 
the viscosity of the toner binder is 1 000 poises and the glass transition temperature (Tg) of the toner binder, namely 
(Tti-Tg) is10°Corless. 



50 
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